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 Abstract 
The development of information and telecommunication technology rests upon an ever-
increasing speed of information processing and transfer. Nonlinear organic materials have been shown 
to be appealing candidates for the mentioned technologies for the development of optoelectronic and 
photonic devices. Currently a considerable effort is devoted towards research and characterization of 
new organic materials for electro-optical applications as well as to develop new types of active 
waveguide device designs. 
In this contribution the author of this thesis presents the results obtained during the 
implementation of methods for characterization of linear and non-linear optical properties of 
waveguides, the waveguide poling investigations and the development of a waveguide modulator 
design.  
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 Anotācija 
Informācijas un telekomunikāciju tehnoloģijas nozaru turpmākajai attīstībai nepieciešamas 
jaunas ierīces ātrākai informācijas apstrādāšanai un pārnešanai. Nozares izaugsmi būtiski veicinātu 
datu pārraidē izmantoto elektrooptisko modulatoru darbības ātruma palielināšana. To paredzēts 
sasniegt izmantojot integrētas viļņvadu ierīces, kurās par elektrooptisko aktīvo vidi izmantos nelineāri 
optiski (NLO) aktīvus organiskus materiālus. Organiskiem NLO materiāliem piemīt vairākas būtiskas 
īpašības, kuru dēļ tie varētu tikt plaši izmantoti dažādās viļņvadu ierīces. 
Šajā promocijas darbā autors apkopo iegūtos rezultātus, kas iegūti veicot elektrooptisko 
organisku stiklu viļņvadu lineāri un nelineāri optisko īpašību pētījumus, elektrooptisko viļņvadu 
materiālu orientēšanas pētījumus, kā arī izstrādājot jauna tipa elektrooptisko viļņvada modulatora 
izgatavošanas koncepciju. Autors pirmo reizi demonstrē, ka Abelsa matricu formālismu var izmantot, 
lai aprakstītu eksperimentālos rezultātus, kas iegūti ar Tenga-Mana metodi un Maha-Zendera 
interferometrisko metodi, un noteikt plānu kārtiņu elektrooptiskos koeficientus. 
 
Atslēgvārdi: nelineārā optika, organiskie materiāli, materiālu īpašību pētījumi, viļņvadi. 
  
 List of the scientific papers included in the Thesis 
Promocijas darbā iekļauto publikāciju saraksts 
1. E. Nitiss, M.Rutkis, O.Vilitis, Determination of electro-optic coefficient of thin organic films 
by Mach-Zehnder interferometric method, Latvian Journal of Physics and Technical Sciences 3 
(46), 5-14 (2009) 
2. E. Nitiss, M. Rutkis, M. Svilans, Effects of the multiple internal reflection and sample 
thickness changes on determination if electro-optica coefficient values of a polymer 
film, Lithuanian Journal of Physics 52 (1), 30-38 (2012)  
3. E. Nitiss, R. Usans, M. Rutkis, Simple method for measuring bilayer system optical 
parameters, SPIE Proceedings, 8430, 84301C, (2012)  
4. E. Nitiss, M. Rutkis, M. Svilans, Electrooptic coefficient measurements by Mach Zender 
interferometric method: application of Abeles matrix formalism for thin film polymeric sample 
description, Optics Communications 286, 357-362, (2013)  
5. E. Nitiss, E. Titavs, K. Kundzins, A. Dementjev, V. Gulbinas, M. Rutkis, Poling Induced Mass 
Transport in Thin Polymer Films, J. Phys. Chem. B 117, 2812−2819 (2013)  
6. E. Nitiss, J. Busenbergs, M. Rutkis, Optical propagation loss measurements in electro optical 
host - guest waveguides, SPIE Proceedings, 8772, 87721L (2013)  
7. E. Nitiss, J. Busenbergs,  M. Rutkis, Hybrid silicon on insulator/polymer electro-optical 
intensity modulator operating at 780 nm, J. Opt. Soc. Am. B  31 (10), 2446-2454, (2014)  
8. E. Nitiss, A. Bundulis, A. Tokmakov, J. Busenbergs, E. Linina, M. Rutkis, Review and 
comparison of experimental techniques used for determination of thin film electro-optic 
coefficients, Phys. Status Solidi A, 1–13 (2015) / DOI 10.1002/pssa.201532054 
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*email: edgars.nitiss@cfi.lu.lv 
 
The authors analyze the use of Mach-Zehnder’s interferometric (MZI) method 
for determining the electro-optic coefficient of thin organic films. The theoretical 
analysis of numerous methods existing for this purpose is shortly reported, and 
reasoned argumentation in favor of the MZI method is given. For successful 
implementation of this method the effects caused by its drawbacks – such as sensitivity 
to vibrations, instability of the measurement point (interferometer phase), electro-
magnetically induced false signal in the lock-in amplifier – should be minimized. The 
experience gained during implementation of the method is described, and the results of 
measuring the r13 values for host-guest PMMA films containing tBu-DMABI as 
chromophore are provided. 
 
 
1. INTRODUCTION 
 
Due to the rapid growth of defense, computing and telecommunications 
industries a significant need for faster electro-optical (EO) modulators has thrived [1]. 
Increase in the operational speed of EO modulators could be achieved by substitution 
of electrical-field poled NLO active polymers for widely used inorganic NLO active 
crystals (such as LiNbO3). The EO coefficients of a thin film are usually the most 
important criteria for the evaluation and further optimization of new EO polymer 
materials. Due to the symmetry reasons, in poled polymer films only two EO 
coefficients – r13 and r33 – should be determined. A wide range of methods for 
determination of EO coefficients are described in the literature.  
In terms of the optical setup, the one-beam, two-beam and multi-beam 
interferometric techniques have been used for this purpose. 
One-beam ellipsometric methods are based on determination of the phase shift 
of s- and p-polarized light caused by EO effect. The reflection or Teng – Mann’s 
technique [2] is more often used in comparison with the transmission technique [3], 
because only one of the electrodes should be light-semitransparent. However, both 
techniques allow determining only the effective EO coefficient, which is a combination 
of r13 and r33. As a rule, assumption r33 = 3r13 is used – an applicable approximation in 
the case of weak poling fields where E<kT [4]. Nonetheless, recent investigations 
point out that the optical wave-guiding technique described in [5] shows more reliable 
results than ones mentioned before (see [6]). 
Two-beam interferometric setups are based on the traditional Mach-Zehnder 
interferometer (MZI) or Michelson interferometer, where light wave phase shift in a 
sample arm due to EO effect is measured. The MZI technique [7] is more often used 
because of simpler adjustment of the interference pattern. The resulting phase 
difference can easily be changed via changing the optical path length in the reference 
arm. Both techniques are very sensitive to mechanical and acoustical vibrations, which 
results in the instability of measurement point. 
In multiple beam methods, the sample serves as a Fabri – Perot etalon filled 
with the EO material under investigation. Change of the material refractive index due 
to EO effect causes alternation of light transmission through the interferometer (more 
detailed description of this technique can be found in [8, 9]). 
The electrical scheme of the setup depends on the type of electrical field 
applied to the sample. For optically stable setups (usually in one-beam methods) the 
static field (DC) method is commonly used. The dynamic field (AC) method in 
combination with lock-in amplifier detection allows the determination of very low 
light modulation amplitudes, and therefore is used when the expected EO modulated 
signal is small [10]. 
Before initiating the creation of an appropriate device one has to think about 
both optical and electrical schemes, and to estimate advantages and disadvantages of 
their experimental performance [11]. 
The advantage of MZI method is the possibility to obtain a dependence of the 
effective EO coefficient on the probing light polarization and incidence angle; 
therefore, the main reasons for selecting MZI method were the following: 
determination of both r13 and r33 should be possible; the resulting phase difference and 
thus the location of measurement point should be changeable; simplicity of the optical 
setup. The dynamic field (AC) method was chosen because it is the most sensitive 
available method for detection of small signals, and would be very useful in our case, 
when the signal-to-noise ratio is expected to be low. 
However, the mentioned method also possesses several drawbacks – high 
sensitivity to vibrations, instability of measurement point (phase difference), electro-
induced false signal in the lock-in amplifier, etc. For successful implementation of 
Mach-Zehnder’s inteferometric method the effect of these drawbacks should be 
reduced. We will report our experience gained at implementation of the method and 
provide measurement results of r13 for host-guest films containing DMABI derivatives 
as chromophores. 
 
2. EXPERIMENTAL 
 
The assembled experimental setup is presented on Fig. 1. The CW He-Ne laser beam 
(λ=633 nm) is split into sample and reference arms and then again recombined creating 
a two-beam interference, which can be described by the following relation: 
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where I is the resulting light intensity, 1I and 2I  are the interfering beam intensities, 
and 0  is the phase difference of interfering beams which defines the measurement 
point. Last term )(V is the phase difference originated by the change of refractive 
index of EO material caused by applied AC modulation voltage. The resulting output 
intensity of MZI is dependent on both 0  and )(V . Small light intensity AC 
modulations are detected by a lock-in amplifier and registered by computer. The 
reference beam travels through the phase compensator – in our case a small-angle glass 
wedge, whose position and, therefore, the interferometer’s phase difference 
(measurement point) is controlled by the computer. The resulting light intensity is 
registered by computer with a photodiode. We used a lens and a slit for magnification 
of the interference pattern and the selection of a spatial interference region where the 
modulation detection takes place. The incident light polarization can be changed by 
rotation of a half-wave plate.  
 
Fig.1. Schematic of experiment: He-Ne, helium-neon laser λ=633 nm; ½ WP, half-wave plate; BS: 50/50 
beam splitter; Pc: phase compensator (wedge); M: mirror; Sample; Lens; PD: photodiode; Slit; V: 
voltmeter; Comp: computer; FG: function generator; Amp: signal amplifier; Lock-in: lock-in amplifier. 
It is very important to select an appropriate measurement point, i.e. the phase 
difference of MZ interferometer at which the light modulation by EO effect will occur. 
In Fig.2a the resulting intensity curve is shown as a function of phase difference. 
a. b. 
Fig. 2. a) Resulting light intensity as a function of phase difference in MZI arms; I=f(φ); maximum 
linearity point M0’ and minimum transmission point M0.  
b) Resulting light intensity and modulation signal amplitude as a function of phase difference of 
interfering waves. 
 
Usually, the modulation is carried out at the phase difference of π/2, or the 
maximum linearity point M0’, because the amplitude of the EO modulated signal is 
maximal. This point can be used if the modulated signal amplitude is small. Another 
option is to carry out the measurements at the minimum transmission point M0. 
However, at M0 the lock-in amplifier should be set up to recover the second harmonic 
signal of modulation voltage frequency; besides, the signal amplitude is very sensitive 
to phase changes [2]. 
The effective EO coefficients at the maximum linearity point M0’ can be calculated by 
the relation: 
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where λ is the optical wavelength, modI  is the modulated signal (amplitude), maxI is the 
light intensity in the case of constructive interference, minI  is the light intensity in the 
case of destructive interference, U is the AC modulation voltage (amplitude),  is the 
light propagation angle in EO material, seffr
p
effr is the effective EO coefficient for s- and 
p-polarized incident light, respectively. These effective values are related to 13r  and 
33r  according to the following equations: 
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An important aspect of successful determination of reff is the preparation of 
samples. In our setup tests we have used organic host-guest films containing NLO 
active tret-butil 2-(4’-N,N-dimethylaminobenzylidene)indan 1,3-dione (tBu-DMABI) 
as chromophores and PMMA (poly methyl methacrylate (Tg=120oC)) as polymer 
matrix. This host-guest system was chosen because it possesses nonlinear optical 
coefficients [12]. Thin PMMA films containing 5 wt% tBu –DMABI were deposited 
on conventional glass slides with ITO coating – either by spin-coating or blade casting 
technique.  
A serious disadvantage of MZI method is the necessity to put a film between 
two light transparent and, at same time, conducting electrodes. In our case, a 
semitransparent ITO layer could serve as a bottom electrode. One of the possibilities to 
create the top electrode is to sputter a transparent gold layer directly onto the host- 
guest film. Unfortunately, because of high temperature during the sputtering, we did 
not succeed in producing a good conducting electrode without “destroying” the 
sample. Finally, it was decided to make samples with the structure as shown in Fig. 3.  
 
Fig. 3. The “sandwich type” sample for measuring reff of tBu-DMABI/PMMA host -guest system. 
 
The essential in our concept was to prepare independently “top” and “bottom” 
parts of the sample and afterwards “bake” them together in the structure shown in 
Fig.3.  As can be seen in this figure, one of the PMMA films in our “sandwich” 
contains no chromophore. This layer serves as an additional insulator preventing 
electrical brake-down of the sample during the poling. The chromophores in the matrix 
tend to make small crystals [13], which act as conducting channels; therefore, an 
insulating layer of pure PMMA is very useful.  
The thickness and surface profile of the films are different for samples 
prepared by spin-coating or by blade-casting methods. A sample surface scan made by 
a “Dektak” profilometer can be seen in Fig. 4. The average thickness of the films 
produced by the spin-coating method was approximately 1-1.2 µm, whereas for the 
blade-casting method it was up to 5 µm. The surface of spin-coated films is quite 
smooth and thicker at the slide sides. In contrast, the blade-cast films are much rougher 
and thicker at the middle of slide. These properties of the films, as we will see further, 
are very important for preparation of good samples. 
a. b. 
Fig. 4. Sample surface scan made by “Dektak” profilometer: a) spin-coated sample; b) blade-
cast sample 
.  
Finally, separately made “parts” are pressed together and held under a pressure 
of 8 kPa at 170oC for 2 h. The electrode contact wires are attached to the ITO surfaces 
with silver paste. Afterwards, the sample is placed into a sample holder where the 
heating and chromophore orientation process (poling) takes place. 
The EO modulation frequency was selected to be ω = 3 kHz. Our choice is 
based on the observation that at this frequency for all available built-in filter 
combinations of our lock-in amplifier the recovered signal has the highest signal-to-
noise ratio. 
The calculation of ref is based on the determination of EO modulation 
amplitude at the maximum linearity region on the )(fI  curve of MZ 
interferometer. Unfortunately, accurate adjustment of MZI phase difference to π/2 is 
quite complicated. Therefore, more convenient is to scan the interferometer’s phase 
difference by moving the glass wedge. The simultaneously acquired EO signal 
amplitude should have the extremes at maximum linearity points or at MZ 
interferometer phase differences of π(2n+1)/2. In fact, the EO signal should be in the 
counter-phase for odd and even n cases (see Fig. 2a), so the lock-in amplifier should 
detect positive (at n = 1, 3, …) or negative (at n = 2, 4, …) EO amplitudes.  In other 
words, during that kind of scan we could recover two sine waves with the same 
frequency but shifted in phase by π/2 (see Fig 2b): one being the resulting light 
intensity at MZI output (DC photocurrent), while the other – the EO modulated signal 
amplitude (3kHz AC component). The necessary components of Eq.(2) are determined 
after the approximation: modI is the sine amplitude of modulated signal, minmax II  is 
the double sine amplitude of the resulting intensity signal. 
 
3. RESULTS AND DISCUSSION 
Once we had set up a Mach-Zehnder interferometer for the first time we 
recognized that the MZI method is an amazingly sensitive tool to acoustical and 
mechanical vibrations. To establish MZI for reliable EO coefficient measurements, one 
has to handle mechanical stability problems – oscillations and drift of the phase point. 
We would like to pinpoint the following actions that allowed us to achieve a sufficient 
stability. First of all, the interferometer should be well insulated from mechanical 
vibrations of surrounding. A wall-mounted stand for the interferometer with 
appropriate shock absorbing material under its base was our solution. Reducing the 
MZI arm length allowed us to lower the amplitude of phase oscillations caused by 
vibrations of the base. Further significant improvement was achieved by replacement 
of ordinary mirror holders with special ultra-light and stable mirror holders - KS1 
Ultra-Stable Kinematic Ø1" Mirror Mount from Thor Labs. At last, our MZI seems to 
be well damped to mechanical vibrations and stable to the resulting phase difference. 
By hard taping on the MZI base one could deliberately initiate mechanical vibrations. 
In our case, they have the characteristic relaxation time less than one second, and after 
damping the vibrations the initial phase difference is always recovered.  
One more problem was the radio frequency (rf) signal pickup by the detection 
system. This effect is caused by the “transmission” of electromagnetic waves by the 
amplifier to the sample cable and “receiving” by the photodiode – lock-in amplifier 
assembly. Attenuation of this signal could be achieved by blocking the laser light at 
MZI input. Appropriate grounding of the electronic parts and double shielded cables 
make it possible to reduce the amplitude of rf-induced signal to an acceptably low 
level. 
At first glance, the task of obtaining a sample where the EO polymer under 
investigation is sandwiched between semitransparent electrodes looks quite simple. In 
a real situation, our thin films have thickness variations (see above). To “bake” them 
together with no air-gap is rather tricky [14].  Spin-coated samples unfortunately have 
the property to be thicker at the sides of a slide. As a result, a wide air-gap (usually ~ 
10 m thick) is formed at the centre of sample. A typical case could be seen in Fig. 5. 
This gap causes two undesirable effects: first is reduction in the poling (DC) and 
modulation (AC) electrical field intensities, while another is the possibility of glass 
slides to contract and repulse under the applied AC field due to the lack of rigid 
material in-between them. At the same time, glass slides are forming a sort of Fabri-
Perot’s (FP) etalon for which the optical path length is manipulated by mechanical 
vibrations, and therefore the modulated signal should correlate with the light intensity 
at MZI output. This modulation effect can be recognized by huge amplitudes of signal 
(up to 25 mV) and the lacking of phase difference between the signals. 
 
Fig. 5. Air gap of “sandwich type” sample prepared with the spin-coating method. 
 
 In the case of “baking” together Blade-cast samples, the air-gap formation is 
less probable due to the fact that these films are thicker in the middle of slides. The 
central area of these samples is usually filled by polymers, and the vibrations caused by 
electrostatic forces are less evident. The distance between ITO electrodes could be 
determined by spectral reflectoscopy.  Typical values for our samples were within a 9 -
12 µm range. Based on these inter-electrode distances we could estimate the poling and 
EO modulation electric field intensity. These samples show better performance, and, in 
our opinion, good experimental data are demonstrated in Fig. 6. One can see the 
quality of interference fringe amplitude and the stability of phase difference. 
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Fig. 6. EO modulated signal in the MZI; incidence angle: 0o; 1 h after poling; modulation voltage: 49.22 V 
rms. 
 
The EO modulated signal and MZI output intensity had the phase difference as 
expected. Both signals were afterwards approximated with sine functions. The 
modulated signal approximation function contains a sine part, and the DC offset 
attributed to small rf pickup signal is still present in the system. The amplitude of sine 
part in this approximation is the maximum value of EO modulated signal, or, in other 
words, the signal Imod modulated at the maximum linearity point. The MZI 
characteristic value Imax –Imin is the double amplitude of sine part in the approximation 
of the resulting light intensity. Based on these values, applying Eqs. (2) and (3), r13 was 
calculated. A typical signal-to-noise ratio is approximately 7.  In Fig.7, one can see the 
decay of experimentally determined r13 values for 5 wt% tBu-DMABI in PMMA poled 
at T= 100C° with Ep=50V/µm.  
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Fig. 7. Exponential r13 decrease with time (time constant τ≈17 h). 
 
The characteristic time constant (τ≈17 h) of EO coefficient decay is in 
agreement with our previous observations related to the NLO coefficient decays in this 
system determined by the second harmonic generation (SHG). 
 
4. CONCLUSIONS 
 
The Mach-Zehnder interferometric method has successfully been implemented 
after we had found solutions to the key setup problems (to reduce extremely high 
sensitivity to acoustical and mechanical vibrations, attenuate rf and mechano-optical 
signals, etc.). Further increase in the reliability of effective determination of EO 
coefficients was achieved by setting-up measurements in the MZI phase scanning 
mode. First investigations of the test organic NLO active host-guest polymers have 
shown that the necessary conditions for good sandwich sample preparation by 
“baking” two slides are the high surface quality and compatibility of films. Finally, we 
can report the value r13 = 6.4 pm/V immediately after poling of 5 wt% tBu-DMABI in 
PMMA. This value decays with characteristic time τ≈17 h to a constant value r13 = 2.4 
pm/V after 48 h. 
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MAHA-ZENDERA INTERFEROMETRISKĀS TEHNIKAS IEVIEŠANA PLĀNU 
ORGANISKO KĀRTIŅU ELEKTRO-OPTISKAJIEM MĒRĪJUMIEM. 
 
E. Nitišs, M. Rutkis, O. Vilītis 
 
Šajā darbā tiek apskatīta Maha-Zendera interferometriskās (MZI) metodes 
ieviešana plānu organisku kārtiņu elektro-optisko (EO) koeficientu noteikšanai. Lai 
veiksmīgi ieviestu šo metodi, īpaša uzmanība jāpievērš interferometra jutības 
samazināšanai pret ārējām mehāniskajām un akustiskajām vibrācijām, kā arī jānovērš 
elektromagnētiski inducētā un mehano-optiskā viltus signālu rašanās mērījumu 
sistēmā. Mērījuma ticamību var palielināt detektējot EO modulētā signāla amplitūdu 
atkarībā no MZI fāzu starpības jeb veicot „skenējoša” tipa mērījumu. Pārbaudot 
eksperimentālo iekārtu un izvēlēto mērījuma metodiku, konstatējām, ka nozīmīgs 
faktors kvalitatīvu paraugu pagatavošanā ir atsevišķi sagatavoto NLO aktīvo organisko 
kārtiņu virsmas reljefs un to savietojamība „sakausēšanas” procesā. Veiksmīgi 
pagatavotam 5 wt% tBu-DMABI+PMMA paraugam uzreiz pēc tā orientēšanas tika 
noteikta EO koeficienta vērtība 6.4 pm/V. Šis lielums samazinājās ar laika konstanti τ 
≈17 stundas līdz sasniedza kvazistacionāru vērtību 2.4 pm/V pēc 48 stundām. 
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New nonlinear optical (NLO) active organic materials are appealing candidates for optoelectronic and 
photonic technologies. For the evaluation of new NLO polymer materials for applicability in the mentioned 
technologies, the most important criteria are their electro-optic (EO) coefficients. We have implemented the 
Mach–Zehnder interferometric (MZI) method for the determination of EO coefficients of thin organic films. 
Despite the fact that other multiple optical methods for the determination of thin film EO coefficients are 
known, the MZI method has been chosen because this particular technique has high sensitivity to phase and 
intensity modulations in the sample arm of an interferometer and allows one to determine independently both 
thin film EO coefficients, r13 and r33. In addition to the drawbacks described earlier we demonstrate that some 
other effects like electrostriction and multiple internal reflections in the sample have a considerable influence 
on light intensity at the MZI output. Taking into account these effects we have performed numerical simula-
tions of the EO effect caused MZI output changes or modulation depth at different incidence angles using the 
Abeles matrix formalism. We can show that the modulated signal at the MZI output is highly dependent on 
the sample structure and is mainly governed by the effects mentioned above. For analysis of modulated signal 
components and determination of EO coefficients of a thin polymer film, a series of experiments was carried 
out on PMMA + DMABI 10 wt% samples.
Keywords: electro-optic coefficient, Mach–Zehnder interferometric method, nonlinear optical 
polymer, multiple internal reflections in polymer films
PACS codes: 81.70.Fy, 82.35.Ej
1. Introduction
Increasing interest has been devoted to new non-
linear optical (NLO) active organic materials due 
to their low cost, easy processability and potential 
applications as organic optical components in elec-
tro-optic (EO) devices.
Such organic EO materials are possible substi-
tutes for traditional inorganic materials [1]. A high 
NLO activity is the most important material pre-
requisite for further successful application in EO 
devices making the evaluation of this property an 
important task for new material development.
Typically an organic EO material sample under 
investigation is a spin-coated thin film on an in-
dium tin oxide (ITO) glass substrate and poled by 
an external electrical field. The EO performance 
of oriented film can be described by only two EO 
coefficients, r13 and r33 [2]. Several optical methods 
have been applied to characterise the EO perfor-
mance of such organic materials [3–5]; however, 
some of the techniques are limited when it comes 
to determining r13 and r33 independently. In such 
cases, as ref is a function of r13 and r33, the r33 / r13 
ratio also needs to be known. Usually, if the film 
is poled at low poling fields (μE < kT), this ratio 
is assumed to be constant and equal to 3 [6]. In 
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spite of high sensitivity to acoustic and mechani-
cal vibrations, the Mach–Zehnder interferometric 
(MZI) techniques in the transmission or in the re-
flection mode are being applied more and more 
often [7, 8]. Researchers using the MZI technique 
in the transmission mode have mostly excluded 
multiple internal reflections and thickness change 
of the sample by electrostriction and piezoelectric 
effects from their considerations. To our knowl-
edge, a limited number of investigators pay at-
tention to these effects [9–11]; however, accord-
ing to our observations, the effects can contribute 
greatly to the measured modulated signal ampli-
tude and phase and therefore must be taken into 
account. For correct determination of both EO 
coefficients the light intensity and phase transmit-
ted by the multilayer EO sample must be known. 
It can be described by the Abelès matrix formal-
ism [12, 13]. In this contribution we would like 
to present the influence of the multiple internal 
reflection and sample thickness change effects on 
the determination of polymer film EO coefficients 
using the MZI technique.
2. Experimental set-up
The MZI set-up for EO measurements can be seen 
in Fig. 1. The sample was usually examined in the 
transmission configuration. In contrast to the re-
flection configuration, where the sample is used 
as a mirror in the sample arm, here we can obtain 
modulation amplitude values as a function of the 
light incidence angle.
In our optical scheme we used a Helium-Neon 
laser (632.8 nm) as a light source. Polarisation of 
incident light can be controlled by a half wave plate 
λ/2. Afterwards, light is split into sample Is and ref-
erence Ir arms of a MZI by a 50/50 beam splitter. 
By means of a small angle glass wedge and a com-
puter controllable translation stage in the reference 
arm the interference phase of Ir and Is and thus the 
AC signal measurement point can be shifted. To 
obtain an interference pattern the light of the ref-
erence and sample arms is combined by a second 
50/50 beam splitter. The acquired interference pat-
tern is detected by a large area Si photodiode. It is 
important to note that full overlapping of both light 
beams is necessary to achieve the maximum modu-
lated signal. As the MZI is highly sensitive to any 
vibrations the elements of the optical set-up must 
be fixed firmly. An ultra stable beam splitter and 
mirror holders are suggested. A modulation volt-
age at 4 kHz was provided by a computer controlled 
lock-in detector (Stanford Research Systems SR830) 
and an amplifier (Trek PZD350). The light inten-
sity modulation (AC signal) as well as the average 
MZI output light intensity (DC signal) was meas-
ured with the SR830 and recorded by the PC. It is 
important to note that the AC signal recovered by 
the Lock-in amplifier contains a notable fraction of 
crosstalk. This effect is caused by electromagnetic 
induction and can be recognised by its presence in 
the detection system with the laser light turned off. 
The crosstalk signal has the same frequency as the 
modulation caused by EO effect and creates an ad-
ditional offset value in the signal detected by lock-
in which is not dependent on MZI phase.
Typically, the polymer sample PMMA + DMA-
BI 10 wt% (for a detailed molecular structure see 
Ref. [14]) used in this investigation was made by 
spin-coating (900 rpm speed, 300 rpm/s accelera-
tion) it onto an ITO covered glass slide (SPI Supplies 
ITO 70–100 Ω) from a chloroform solution (con-
centration of 100 mg/ml) of appropriate amounts 
of components. The glass transition temperature of 
the polymer is approximately 110 °C.
There are two main possibilities how to obtain 
the sandwich sample structure. For sample  1, an 
ITO glass slide carrying the polymer is covered 
with another bare ITO glass slide as shown in Fig. 2, 
Fig.1. Experimental set-up of MZI for determination 
of EO coefficients of a thin organic film: helium-neon 
laser 632.8 nm He–Ne, half wave plate λ/2, beam split-
ter BS, mirrors M1, M2 and M3, phase shifter PS, sam-
ple, photodiode PD, lock-in amplifier Lock-in, ampli-
fier Amp, computer PC.
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after which both slides are squeezed together in the 
sample holder. On a micron scale the surface of the 
sample, especially at slide edges, is rather rough. Due 
to this an air gap forms between the surface of pol-
ymer and second ITO electrode. Alternatively, for 
sample 2 an Al layer with the thickness of ~25 nm 
can be sputtered directly onto the polymer as shown 
in Fig. 2. In this case the overall optical transmission 
coefficient of the sample is reduced; however, lower 
voltages on electrodes are necessary for material 
poling and observation of EO modulations.
The electrical connections to ITO electrodes 
were made using a silver paste. The in situ poling 
was performed at 100 °C and 80 V on the electrodes 
for 30 minutes for sample 1 and at 100 °C and 40 V 
on the electrodes for 30 minutes for sample 2. The 
EO measurements were performed after at least 
24  hours during which the charge relaxation had 
taken place. The parameters of the sandwich type 
samples are as shown in Table 1.
The thickness and refractive index of the poly-
mer thin film was determined by a prism cou-
pler (Metricon 2010), the extinction coefficient by 
measuring the absorption coefficient (Ocean Optics 
HR4000CG-UV-NIR). The air gap thickness was 
evaluated by interference fringe separation in the 
low absorbance part of the sample transmittance 
spectrum.
Fig. 2. Sample 1 geometry: 1, 4 ITO coated glass, 2 air gap, 3 PMMA + DMABI 10 wt%, θ light incidence angle. 
Sample 2 geometry: 1 sputtered Al layer, 2 polymer (PMMA + DMABI 10 wt%), 3 ITO coated glass, θ light incidence 
angle.
Sample 1 Sample 2
Table 1. Parameters of sandwich type samples.
Sample 1
Layer Thickness Refractive index n (at 632.8 nm) Extinction coefficient k (at 632.8 nm)
Glass 1 ± 0.02 mm 1.50 0
ITO 15–30 nm 1.76 0
Air Gap 5.95 ± 2.38 µm 1.00 0
Polymer 0.90 ± 0.09 μm 1.54 (10.4 ± 0.01)×10–3
ITO 15–30 nm 1.76 0
Glass 1±0.02 mm 1.50 0
Sample 2
Layer Thickness Refractive index n (at 632.8 nm) Extinction coefficient k (at 632.8 nm)
Al layer 25 ± 1 nm 1.45 7.54
Polymer 1.21 ± 0.09 μm 1.54 (10.4 ± 0.01)×10–3
ITO 15–30 nm 1.76 0
Glass 1 ± 0.02 mm 1.50 0
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The EO experiment was performed as follows. 
Modulation voltage (typically 50  V  rms for sam-
ple 1 and 15 V rms for sample 2) was applied to the 
electrodes, the output light intensity of MZI (DC 
signal) and the light modulation amplitude (AC 
signal) was detected with the Si photodiode and 
measured by the lock-in detector. Data was collect-
ed for 20 s at several MZI interference phase points 
and then averaged. The measurement series was 
done with s and p polarised light at several incident 
angles. Figure 3 shows typical measurement results 
where the interference phase is scanned with the 
motor-controlled glass wedge.
From Fig. 3 the maximal modulation depth mmax 
is calculated by
 (1)
where Iac max and Iac min are the AC maximal and 
minimal modulated signal amplitudes, Imax and 
Imin are the maximal and minimal values of DC 
signal obtained from the MZI phase scan. The 
Fig. 3. Typical EO measurement performed at 8° incidence angle and s polarised light: 1 IDC signal experimental data, 
2 IAC signal experimental data, 3 IDC signal sin approximation, 4 IAC signal sin approximation; Ψ is AC and DC signal 
maxima phase difference.
maximal modulation depth is a dimensionless 
number used to describe the relative AC modula-
tion intensity.
2.1. Description of the MZI output
The EO coefficient tensor rijk characterises the 
ability of a material to change its refractive index n 
when low frequency electric field E is applied:
 (2)
Due to Kleinman symmetry, rijk can be rewritten as 
ril which is a 6 × 3 tensor. In a poled polymer with 
point group symmetry of C∞V the effective EO coef-
ficient can be rewritten for s polarised light as [15]
ref = r13 (3a)
and for p polarised light as
ref = r13 cos2 α + r33 sin2α, (3b)
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where r13 and r33 are the EO coefficients, and α is the 
angle between the sample normal and light propa-
gation direction.
The light intensity at the MZI output can be de-
scribed by the two beam interference equation:
 (4)
where Ir is light intensity in the reference arm, Is is 
light intensity in the sample arm without the sam-
ple, φ0 is interference phase difference (adjustable 
by phase shifter), T is transmission coefficient of 
the sample, φ is additional phase difference caused 
by the sample.
If an AC electrical field is applied to the sample 
the transmission T and phase φ are also modu-
lated as affected by several parameters, e. g. the re-
fractive index, light polarisation, sample thickness 
etc., with corresponding changes in the detected 
output light intensity and therefore the AC signal 
amplitude. Some parameters, e. g. thicknesses and 
complex refraction indices for each layer could be 
obtained from independent experiments. The un-
known is the effective coefficient ref of EO active 
layer that we would like to determine from our 
MZI experiment. To describe the intensity and 
phase of light transmitted through the sample at 
a certain applied voltage one can use the Abelès 
matrix formalism [16].
3. Results and discussion
According to our observations, for sample  1 the 
maximal modulation depth mmax decreases as the 
incidence angle is increased. This dependence could 
not be explained just by multiple internal reflection 
effects. To describe experimental data adequately, 
sample thickness modulations needed to be includ-
ed in our model. Thickness change can be caused 
by electrostriction or piezoelectric effects. To prove 
the existence of these effects and evaluate the mag-
nitude of sample thickness modulation we used the 
MZI method in the reflection configuration [10]. In 
this case the ITO glass slide covered by a spin coat-
ed polymer thin film (~1 µm) was not enclosed by 
another slide, but a reflective 100 nm thick Al layer 
was deposited on the polymer. Then one of the mir-
rors (M2, see Fig. 1) in our MZI set-up was replaced 
by the sample with the Al layer facing the incident 
beam (see Fig. 4). The Al layer was thicker than for 
sample 2 so that light would not penetrate into the 
sample. In this configuration, when voltage is ap-
plied to electrodes, electric field can cause sample 
thickness changes, thereby changing the position of 
Al mirror surface and thus mechanically altering the 
optical path length in the sample arm of the MZI. 
To evaluate the actual thickness change of the sam-
ple the modulation depth equation is modelled for 
phase modulation only due to changes in the sample 
arm path length. In this case the average light inten-
sity at the MZI output, or DC signal, has a phase dif-
ference of π/2 with respect to the 4 kHz AC modu-
lated signal amplitude since the beam intensities in 
both arms, Ir and Is, remain constant.
For a modulation depth (Eq.  (1)) of 7 ×10–5, 
which is the maximal measured modulation 
depth of an unpoled sample, the sample thick-
ness alteration of approximately 14  pm was es-
timated. In Fig.  5 we present the modulation 
depth determined according to Eq. (1) as a func-
tion of applied modulation voltage. The maximal 
modulation depth dependence on modulation 
voltage exhibits a quadratic and a linear compo-
nent caused by electrostriction and piezoelectric 
effects, respectively. Moreover, both of these ef-
fects are more pronounced for the poled polymer 
films.
In Fig.  6 the maximal modulation depth of 
sample 1 (see Table 1) at different light incidence 
Fig. 4. Experimental set-up of MZI in reflection config-
uration for determination of a thin organic film thick-
ness changes: helium-neon laser 632.8 nm He–Ne, half 
wave plate λ/2, beam splitter BS, minors M1 and M2, 
phase shifter PS, sample, photodiode PD, lock-in ampli-
fier Lock-in, amplifier Amp, computer PC.
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angles is shown. The measurement is performed by 
MZI in the transmission configuration by applying 
50 V rms on the sample. The most important thing 
to notice in Fig. 6 is that the maximal modulation 
depth of s polarised light is higher than of p polar-
ised light. From Eqs.  (3a) and (3b) we would ex-
pect the refractive index change and therefore the 
maximal modulation depth for p polarised light to 
be higher as the effective EO coefficient is a combi-
nation of both r13 and r33. In case of s polarised light 
the modulation depth should be dependent only on 
r13. However, due to electrostriction and piezoelec-
tric effect the sample thickness changes take place 
in addition to refractive index changes so that both 
the light phase and the amplitude are modulated 
causing the modulation depth decrease for greater 
incidence angles. The modelling is performed by re-
fining the preliminary experimental results of a thin 
film and air gap thicknesses and varying the EO co-
efficients r13 and r33 and sample thickness alteration 
Δl due to electrostriction and piezoelectric effects.
For approximation of sample 1 experimental 
data we used a simple ITO-polymer-air gap-ITO 
layer system (Fig. 2 and Table 1) and glass as input 
and output media. This approach neglects inter-
ference effects caused by multiple light reflections 
within the glass slides and therefore theoretical 
lines are much smoother than experimental. Of 
course we could take into account glass slides as 
additional layers in our approximation. In that case 
noise-like interference fringes are superposed on 
the curves. The angular spacing of these fringes is 
well below the experimental incidence angle resolu-
tion. After performing the first numerical approxi-
mations for sample 1 we found that the modulation 
depth is a linear combination of NLO active layer 
thickness and EO modulations. When the EO coef-
ficients were calculated taking into account a thick-
ness modulation amplitude in the range of several 
tens of pm, the obtained r33 to r13 ratio ~10 and r33 
value close to 100 pm/V were obviously too high. 
The ratio of r33 to r13 can be estimated by measur-
ing the ratio of NLO coefficients d33 and d13. Both 
EO and NLO coefficients characterise the material 
nonlinearity and are proportional to the second or-
der polarisability χ(2), but are used to describe the 
nonlinearity at different interactions and condi-
tions. The NLO coefficient ratio d33/d13 (nominally 
the same as r33/r13 [17]) measurements performed 
by the second harmonic generation Maker fringe 
technique on the same sample yielded a value of 
1.86. This suggests that the modulation is mainly 
caused by some effect other than EO variations. As 
described above the modulations could be caused 
by thickness changes in the polymer layer. The air 
gap (Fig.  2) thickness modulations can also take 
place as shown previously [18]. Therefore, the final 
modelling was performed allowing only air gap and 
NLO active layer thickness modulations Δlair and 
Fig. 6. Modulation depth dependence on the incidence 
angle in MZI in the transmission configuration for sam-
ple 1: 1, 2 experimental data for s and p polarised light, 
respectively; 3, 4 numerical approximation with MatLab 
performed using functions based on Abeles matrix for-
malism.
Fig. 5. Modulation depth mmax as a function of modula-
tion voltage U for a MZI in the reflection configuration. 
Quadratic function regression is applied: 1 modulation 
depth mmax of poled film, 2 modulation depth mmax of 
unpoled film, 3 quadratic approximation of modulation 
depth mmax of poled film, 4 quadratic approximation of 
modulation depth mmax of unpoled film.
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Δl, respectively. As it turned out in such case the 
calculated modulation depth was in good agree-
ment with experimental data. The experimental 
data and best fit are shown in Fig. 6. The approxi-
mation values are shown in Table 2.
Table 2. Sample 1 parameters calculated from numeri-
cal approximation results.
Parameter Value
Thickness l 0.85 ± 0.05 µm
Air gap 5.85 ± 0.10 µm
Δlair 170 ± 5 pm
Δl 76.5 ± 1.0 pm
Fig. 7. Modulation depth dependence on the incidence 
angle in MZI in the transmission configuration for sam-
ple 2: 1, 2 experimental data for s and p polarised light, 
respectively; 3, 4 numerical approximation with MatLab 
performed using functions based on the Abeles matrix 
formalism.
Table 3. Sample 2 parameters calculated from numeri-
cal approximation results.
Parameter Value
Thickness l 1.34 ± 0.05 µm
r13 0.19 ± 0.02 pm/V
r33 0.55 ± 0.06 pm/V
From comparison of data in Tables 1 and 2 one 
can see that the sample (polymer film) and air gap 
thicknesses are in good agreement with the pre-
liminary experimental results. As expected, with 
thickness changes of air gap and NLO active layer, 
one can have a good approximation of modulation 
depth values.
The dependence of modulation depth on the in-
cidence angle for sample 2 can be seen in Fig. 7. Af-
ter measuring the dependence of modulation depth 
on the applied voltage we found that the depend-
ence was linear. As thickness changes in the sample 
were expected to be quadratic, we consider that the 
effect of thickness change in this case has a small 
influence on the total modulation depth. Therefore, 
we excluded the sample thickness change effect in 
approximation by leaving only EO modulations. 
The approximation can be seen in Fig. 7. The nu-
merical fit values can be seen in Table 3.
4. Conclusions
Both EO coefficients (r13 and r33) of poled polymer 
films can be determined by applying the Abelès ma-
trix formalism for numerical approximation of ex-
perimental MZI data at different incidence angles. 
However, one has to consider the sample structure. 
If an air gap is formed in the sample, the modulated 
signal in the MZI is usually generated by the air gap 
thickness modulations. The thickness modulations 
in the NLO active layer are also to be taken into ac-
count. An experimental procedure and data mod-
elling are demonstrated for determining the EO co-
efficients of a poled PMMA + DMABI 10 wt% thin 
film. The obtained values are r13 = 0.19 ± 0.02 pm/V 
and r33 = 0.55 ± 0.06 pm/V.
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E. Nitišs a, M. Rutkis a, M. Svilans b
a Latvijos universiteto Kietojo kūno fizikos institutas, Ryga, Latvija
b Rygos technikos universiteto Medžiagotyros ir taikomosios chemijos fakultetas, Ryga, Latvija
Santrauka
Naujos organinės netiesiškai optiškai aktyvios me-
džiagos yra naudojamos optoelektroniniuose ir foto-
niniuose taikymuose. Tokių medžiagų tinkamumas 
minėtiems taikymams gali būti vertinamas pagal jų 
elektrooptinius (EO) koeficientus. Mes pritaikėme 
Macho ir Cėnderio (Mach–Zehnder, MZ) interferome-
trijos metodą plonų organinių sluoksnių EO koeficien-
tams nustatyti. Nepaisant daugybės kitų EO koeficien-
tų nustatymo ploniems sluoksniams optinių metodų, 
šį metodą pasirinkome todėl, kad jis pasižymi dideliu 
jautrumu fazės ir intensyvumo moduliacijoms interfe-
rometro bandinio petyje ir leidžia nepriklausomai ma-
tuoti abu plonojo sluoksnio EO koeficientus – r13 ir r33. 
Parodėme, kad elektrostrikcija ir daugkartiniai vidiniai 
atspindžiai bandinyje stipriai veikia šviesos intensyvu-
mą MZ interferometro išėjime. Atsižvelgdami į šiuos 
reiškinius, skaitmeniškai naudodami Abelès matricų 
formalizmą, sumodeliavome EO koeficientų poveikį 
MZ interferometro signalo kaitai arba moduliacijos 
gylį esant skirtingiems kritimo kampams. Pavyko pa-
rodyti, kad moduliuotas signalas MZ interferometro 
išėjime labai priklauso nuo bandinio sandaros ir yra 
stipriai lemiamas EO koeficientų. Moduliuoto signalo 
sandų analizei ir plonų polimerinių sluoksnių EO ko-
eficientų nustatymui atlikome keliolika eksperimentų 
su PMMA ir 10 svorio % DMABI bandiniais.
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ABSTRACT 
A simple method for measuring bilayer system refractive indexes and thicknesses in the low absorbing part of 
spectra is demonstrated. The method is based on application of Savitzky – Golay smoothing filters and interference 
fringe separation in the reflected or transmitted spectra of the bilayer system. The refractive indexes and thicknesses are 
extracted from the wavelengths corresponding to extreme points in the spectrum. Due to the fact that wavelength 
difference of extreme points in the analyzed spectrum is defined by the product of both, the layer thickness and refractive 
index, one must generate an appropriate initial guess of these parameters. For refractive index approximation two 
different methods have been used – point by point and Sellmeier dispersion relation. The final optimization procedure is 
based on a priori assumption that the thickness calculated from permutations of all extreme points in the spectrum 
should be the same. Thus the optimal penalty parameter for finding the solution is the standard deviation of calculated 
thicknesses. In order to demonstrate the effectiveness of this simple method, results of thin organic film thicknesses and 
refractive indexes are presented. 
 
INTRODUCTION 
Thin layers as optical components are applied more and more frequently in novel optoelectronic devices. For 
development of such devices it is important to know the linear optical parameters and thicknesses of the layers which are 
determined experimentally. To avoid mechanical interaction with the sample commonly optical methods such as single 
wavelength or spectral ellipsometry [1-3], spectral interferometry [4], spectral reflectometry [5,6] and transmission 
spectroscopy [7] are used. With most of the mentioned methods it is possible to obtain the product of refractive index 
and thickness with a very high precision, even for samples with thickness of a couple of tens of nanometers. However, 
most of them require using sophisticated functions for transmission or reflection data approximation. 
We propose a simple method for measuring bilayer system optical parameters in the low absorbance part of the 
sample transmittance or reflectance spectrum. Even though similar methods for single layer optical parameters have been 
proposed and used earlier [8,9] we have extended the application for bilayer systems and implemented specific penalty 
parameters for optimal method performance.  
In this method the thicknesses and refractive indexes are determined by separating the interference fringes for 
each layer. Thus a mandatory requirement in order to have at least one exact solution of problem is that the layer 
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thicknesses must be comparable to light wavelength to have more than one interference fringe in the spectrum. The 
fringes are then separated by applying Savitzky – Golay smoothing filters [10] with two different orders of polynomial 
fits and window lengths. Eventually the wavelength values which correspond to the extreme points in the spectrum are 
obtained. For finding the solution of thicknesses and refractive indexes these values are then approximated using 
standard deviation of thicknesses as the penalty parameter. 
To demonstrate the effectiveness of this method results of single thin organic film and bilayer system 
thicknesses and refractive indexes are presented. The system under investigation was ITO glass slide coated with 
polymer film and covered with another ITO glass slide. Such configuration is frequently used for NLO polymer poling 
where electric field is applied to a polymer layer. To estimate the poling fields it is necessary to know the thicknesses of 
each layer in the sample [11,12]. 
  
METHOD DESCRIPTION 
The reflection spectroscopy is based on collecting reflected from the multi interface system and can be used to 
determine the optical path length of certain layers in the system. A schematic representation of light propagation in thin 
film is shown in Fig. 1. An incident light Io on film is reflected from air – thin film and thin film – substrate interface. 
The reflected and transmitted light intensity IR and IT depend on refractive indexes of each layer and the thickness of thin 
film in which multiple internal reflections can take place. In such case in the reflected spectrum interference fringes can 
be noticed. The period of these fringes is determined by the optical path length of the thin film which is a product of 
refractive index and thickness. 
 
Fig. 1 Light propagation in a thin film where n1 – refractive index of air, n2 and d – refractive index and thickness of thin film 
respectively, n3 – refractive index of substrate, Io – incident light intensity, IR – reflected light intensity, IT – transmitted light intensity. 
 
The reflectivity R of the non-absorbing thin film at zero light incidence angle can be calculated by 
 ܴ ൌ ቚ ௥భమା௥మయୣ୶୮ ሺିଶ௜ఋሻଵା௥భమ௥మయୣ୶୮ ሺିଶ௜ఋሻቚ
ଶ
. (1) 
where 
 ߜ ൌ ଶగ௡మௗఒ , (2) 
and r12 and r23 are the Fresnel coefficients [13] of the air – thin film and thin film – substrate interfaces respectively, λ - 
wavelength. The theoretical plot of reflectivity R of air - thin film – glass substrate system with refractive indexes of 1, 
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1.54 and 1.5 respectively and the film thickness of 1 µm as a function of wavelength λ according to (1) is shown in Fig. 
2.  
 
Fig. 2 The reflectivity R of air - thin film – glass substrate with refractive indexes of n1=1, n2=1.54 and n3=1.5 respectively as a 
function of wavelength λ, thin film thickness d=1 µm. 
 
However, the experimentally obtained reflectivity curve is usually not as smooth as the one shown in Fig. 2. It 
needs to be filtered to reduce the noise and be able to extract the wavelengths which correspond to the extreme points in 
the reflectivity curve. Thus to the collected raw data we apply the Savitzky-Golay smoothing (SG) filters [10,14]. The 
polynomial order and their window length can be varied. For fringes with longer periods usually SG filters with wider 
windows could be applied. 
From the reflectivity data such as shown in Fig. 2 one can obtain the wavelengths λi and λj which correspond to 
the i-th and j-th of total k extreme points in the reflectance spectra. Afterwards, the thickness and refractive index of the 
thin can be calculated by 
 ݀௜௝ ൌ ௝ି௜
ସ·൥೙మ൫ഊ೔൯ഊ೔  ି 
೙మቀഊೕቁ
ഊೕ ൩
, (3) 
where i < j. If we assume that dij=d then solution for thickness d and refractive indexes n2(λi) can be found by an 
optimization procedure minimizing the penalty parameter S. We have chosen the penalty parameter S to be 
 ܵ ൌ ටଵே ∑ ൫݀௜ െ ݀൯
ଶ
௞ , (4) 
where N is the number of thicknesses calculated 
 ܰ ൌ ௞!ଶ·ሺ௞ିଶሻ!. (5) 
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Equation (5) shows that permutation of all points is used for thickness calculation thus increasing the credibility 
of the solution. For dispersion relation we use two type of methods – point by point where refractive index at each λk is 
calculated independently and Sellmeier equation [13] which can be expressed as 
 ݊ଶሺߣሻ ൌ ටܣ ൅ ஻ఒ
మ
หఒమିఒ೚మห
, (6) 
where λo is the resonance frequency and A and B are characteristic constants. 
The code and graphical user interface for calculation of optical parameters of layers is created in Matlab.  
 
EXPERIMENTAL 
For the method testing a single layer and bilayer samples were made. For single layer thin film a polymer 
sample, NLO host/guest polymer  PMMA+DMABI 10 wt% (for detailed molecular structure see ref. [15]) was spin-
coated from a chloroform solution onto a high refractive index ITO covered glass slide (SPI Supplies, ITO thickness 15 – 
30 nm) as shown in Fig. 3(a). This polymer films were coated at different thicknesses by changing the concentration of 
the chloroform solution.  Bilayer system was obtained by covering an ITO glass slide carrying the polymer film with 
another bare ITO glass slide. Afterwards both slides are squeezed together in the sample holder creating a system as 
shown in Fig. 3(b). On the micron scale the surface of the polymer sample, especially at slide edges, is rather rough 
causing the formation of an air gap between the surface of the polymer and second ITO layer thus a bilayer system in the 
micron scale is created. 
The parameters of such sample structure are of a particular interest when it is necessary to apply en electric field 
to the polymer film, e.g., when NLO polymers are poled. Poling is a procedure during which under elevated 
temperatures an electric field is applied to a thin film to create overall NLO activity of the film. The effective electric 
field in the film is also referred as the poling field. The higher poling field is applied the higher the nonlinearity of the 
material could be achieved [11]. In case an air gap is formed between the electrodes, a significant part of applied voltage 
on the electrodes drops on the air gap causing reduction of the poling field [12]. In order to calculate the poling field one 
must know the thicknesses of the air gap and the thin polymer film, which can be calculated by the proposed interference 
fringe separation method. 
 
Fig. 3 Sample geometry a) single layer thin film sample: 1- ITO coated glass, 2 - PMMA+DMABI 10 wt% polymer. b) 
bilayer sample: 1, 4 - ITO coated glass, 2 - PMMA+DMABI 10 wt% polymer, 3 - air gap. 
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For the spectral reflectometry measurements we used a simple experimental configuration. The light from a 
light source (OceanOptics Mini-D2-GS) is transmitted through a reflection probe (OceanOptics QR200-7-VIS-NI) to the 
sample. The reflected light form the sample is then collected and transmitted to the spectrometer (OceanOptics 
HR4000CG-UV-NIR). 
 
RESULTS AND DISCUSSIONS 
First, the proposed method is tested on a single layer thin film such as shown in Fig. 3(a). The collected raw 
data, SG filtered data and extreme points are shown in the Fig. 4 and the calculated refractive index as a function of 
wavelength is shown in Fig. 5. As the thin film PMMA+DMABI 10 wt% has an absorption peak ~490 nm, the spectral 
data were registered in the non-absorbing wavelength region from 570 to 900 nm. The calculated thickness for this 
particular sample was 2.38±0.01 µm (point by point) or 2.39±0.21 µm (Sellmeier). Obviously, using the point by point 
dispersion relation one would obtain a thickness that mathematically would have smaller error than the one extracted by 
Sellmeier relation. However, by using Sellmeier dispersion relation a higher credibility of the approximated refractive 
index as a function of wavelength will take place. 
 
Fig. 4 Raw data, SG filtered data and extreme points in the reflected spectra. SG filter of third order and 121 points window length is 
applied. 
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Fig. 5 Refractive index as a function wavelength calculated both by point by point and Sellmeier dispersion relation 
 
To verify the calculated thicknesses of the thin films we compared the results with the ones obtained by the 
ATR technique described in [1]. As can be seen from Fig. 6 the thicknesses obtained by both techniques give almost the 
same results. Moreover, more reliable results are obtained if Sellmeier dispersion relation in the optimization procedure 
instead of point by point is used. However, there are cases when optimization fails to give good results if refractive index 
is characterized by the Sellmeier dispersion relation. It is also important to note that from some thin films we were not 
able to extract extreme points from reflected spectra which give us a plausible result for thin film parameters. In fact it 
was not possible for those thin films the surface roughness of which was above 100 nm. The surface irregularities cause 
the reflected light to be in different phase at different points in reflected light wave front. Thus the result of collecting 
reflected light from an irregular surface causes irregularities in the reflected light spectrum. 
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Fig. 6 Average thicknesses measured by spectral reflectometry and ATR technique using different dispersion relation approximations 
 
The technique described above could be applied to a bilayer system. From a bilayer sample such as shown in 
Fig. 3(b) the collected light intensity spectral dependence or the raw data are shown in Fig. 7. It is clearly evident that the 
spectral intensity is governed by interference effects in two layers with different optical path lengths. In the reflected 
light spectrum the wavelength separation of fringes caused by the thicker layer should be smaller and for the thinner ones 
larger. Thus it is assumed that the long period fringes are caused by interference in the thin film, but the short period 
ones caused by the interference in the air layer. The optical parameters for each of the layers one can obtain by 
separation of the interference fringes. However, there are two conditions that must be meet in order to have sufficiently 
high contrast and different period of the interference fringes. First, method is applicable in case when the bilayer system 
is built from materials with high enough refractive index contrast. The higher refractive index contrast, the higher 
interference fringe amplitude will be registered. Second, interference fringe periods depend on the optical path length of 
the individual layer. To have interference fringes that can clearly be separated by SG filtering the layers must have 
optical path lengths that differ at least a couple of times. 
For the collected raw data at first we apply SG filter with a 701 points wide window length to extract the 
interference fringe corresponding multiple internal reflections in the thin film. For the sake of clarity SG filter with such 
parameters will be referred as 1st SG filter. From the filtered data three extreme points are found. Using these points layer 
thickness and refractive indexes at three light frequencies are calculated applying the point by point dispersion relation. 
The calculated thickness of the thin film is 0.73±0.01 µm using the point by point and 0.91±0.01 µm using the Sellmeier 
dispersion relation. The corresponding thin film refractive indexes are show in Fig. 8. Unfortunately, in this case we 
were not able to get a good refractive index approximation using the Sellmeier dispersion relation. As can be seen from 
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Fig. 8 Sellmeier refractive index approximation gives anomalous dispersion however normal dispersion should take 
place. Such inadequate refractive index dispersion characteristics take place when there is low number of extremes and 
the extremes are smeared as seen in Fig. 7. 
 
Fig. 7 Raw data, SG filtered data and extreme points in the reflected spectra. SG filter of third order and 701 points window length is 
applied. 
 
 
Fig. 8 Refractive index of polymer film as a function wavelength calculated by point by point dispersion relation
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If the SG filtered values are subtracted from the raw data then the shorter period interference fringes can be 
separated. We will call these values the filtered raw data. From Fig.7 it can be seen that there are two wavelength ranges 
with shorter period interference fringes that are suitable for approximation. The ranges are 550 – 650 nm and 710 to 870 
nm. Either of the two wavelength ranges can be used for determination of the layer parameters. The shorter period 
interference fringes or the filtered raw data in the spectral range from 710 to 870 nm are shown in Fig. 9. After 
application of SG filter of window length 101 points (2nd SG filter) the wavelengths which correspond to the extreme 
points in the reflected spectra can be found. From these points the optical parameters of the air layer can be calculated 
giving layer thickness of 5.55±0.29 µm when using point by point method and 5.97±0.14 µm when using the Sellmeier 
dispersion relation in the 710 – 870 nm range. The refracted indexes are as shown in Fig. 10.  For the 550 – 650 nm 
range the calculated thickness was 3.75±0.60 µm when using point by point method and 6.93±0.87 µm when using the 
Sellmeier dispersion relation. The results obtained from the extreme points in the 550 – 650 nm range show worse results 
which is explained by the adjacent absorption band. 
 
Fig. 9 Filtered raw data, SG filtered data and extreme points in the reflected spectra. SG filter of third order and 101 points window 
length is applied. 
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Fig. 10 Refractive index of air layer as a function wavelength calculated by point by point dispersion relation 
 
CONCLUSIONS 
 We have applied a simple interference fringe separation technique for determination of refractive indexes and 
thicknesses of bilayer system. The optimal penalty parameter for finding the solution is the standard deviation of 
calculated thicknesses. For the thin film refractive index approximation point by point and Sellmeier dispersion relation 
was used. The comparison of results obtained by proposed method with the results obtained by the ATR technique 
confirmed that more reliable results are obtained in case when Sellmeier dispersion relation was used. Nonetheless, in 
some cases refractive index approximation with Sellmeier dispersion relation fails to give correct results. This is most 
probable to occur when approximation is performed for very thin films with few smeared extremes in the reflectance 
spectrum. 
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In Mach–Zehnder interferometric (MZI) method for determination of thin organic ﬁlm electrooptic (EO)
coefﬁcients r13 and r33 critical effects, like multiple internal reﬂections and sample thickness
modulation due to electrostriction and piezoelectricity are usually overlooked. Ignoring these effects
may lead to inaccurate calculation of EO coefﬁcients from experimental data by the simpliﬁed
equations. To describe the inﬂuence of the above mentioned effects on the output of a MZI containing
a thin ﬁlm polymer sample we have used the Abeles matrix formalism.
& 2012 Elsevier B.V. All rights reserved.1. Introduction
Nonlinear optical (NLO) polymers have drawn considerable
attention in the last couple of decades due to their potential for
applications in electrooptic (EO) devices. Such organic EO materi-
als are likely substitutes for the traditional inorganic ones, since
they possess the advantages of easier processability, lower costs
and higher nonlinearity coefﬁcients [1]. High NLO activity is one
of the most important material prerequisite for further successful
application in EO devices. Therefore evaluation of this property is
an important task for new material development.
Typically the organic EO material sample under investigation is a
thin ﬁlm spin-coated on an indium tin oxide (ITO) glass substrate and
poled by an external electric ﬁeld. Due to intrinsic properties of an
oriented system in terms of EO performance, such a structure can be
described by two EO coefﬁcients—r13 and r33 [2]. Several optical
methods have been applied to characterize the EO performance of
organic materials. The most popular techniques are Teng–Mann
reﬂection ellipsometry, attenuated total reﬂection (ATR) and Mach
Zehnder interferometry (MZI) [3]. All of them possess some signiﬁ-
cant drawbacks. The widely used Teng–Mann technique can provide
good measurement results of effective EO coefﬁcient ref [4]. However,ll rights reserved.this technique is limited when it comes to determining both r13 and
r33 independently. As ref is a function of r13 and r33, the r33/r13 ratio
also needs to be known. Usually, if the ﬁlm is poled at low poling
ﬁelds (mEokT), this ratio is assumed to be constant and equal to
3 [5]. In contrast, with ATR r13 and r33 can be determined
independently, however this method is quite complex and must be
performed with high precision [6]. In spite of high sensitivity to
acoustic and mechanical vibrations MZI techniques—both in trans-
mission or in reﬂection mode—are being applied more and more
often [7,8]. Researchers using the MZI technique in transmission
mode have mostly excluded from their considerations multiple
internal reﬂections and sample thickness change by electrostriction
and piezoelectric effects. To our knowledge, there is a limited number
of investigators who pay attention to these effects when determining
EO coefﬁcients of polymer ﬁlms [9,10] and bulk crystals [11,12].
According to our observations, these effects can greatly contribute to
the EO modulated AC signal maximal amplitude and location of that
maximum inMZI phase shift scan. These effects become crucial when
one would like to obtain both EO coefﬁcients r13 and r33 from the EO
modulated signal amplitude dependence on light propagation angle
in the poled sample. The light intensity and phase transmitted by the
multilayer EO sample can be described by Abeles matrix formalism
[13,14]. An explicit analytical solution to EO modulations for a simple
system in which only one layer is of thickness comparable to light
wavelength has been shown earlier [15]. However, when expanding
the system by adding glass and air layers and including thickness
E. Nitiss et al. / Optics Communications 286 (2013) 357–362358modulation in polymer layer, the explicit analytical solution becomes
too complicated. In this contribution we would like to present a
numerical approximation for MZI transmission mode measurements
of r13 and r33 using the closed form matrix formalism.2. Experimental setup
We performed our EO measurements on a MZI setup as shown
in Fig. 1. The sample was examined in transmission and reﬂection
conﬁgurations. In contrast to reﬂection conﬁguration, where the
sample is used as a 451 mirror in the sample arm, using the
transmission conﬁguration we can obtain modulation amplitude
values as a function of light incidence angle.
In our optical scheme we used a Helium–Neon laser
(632.8 nm) as light source. Polarization of the incident light was
controlled by halfwave plate l/2. The beam is then split in sample
and reference arms of the MZI by a 50/50 beam splitter. By means
of a computer controllable translation stage and a small angle
glass wedge in the reference arm the interference phase between
the reference beam Ir and the sample beam Is can be shifted and
thus also the AC signal measurement point. To obtain an inter-
ference pattern the reference and sample beams are recombined
by a second 50/50 beam splitter. A large area Si photodiode was
used to capture the entire interference pattern. As the MZI is
highly sensitive to any vibrations the elements of the optical
setup must be ﬁxed ﬁrmly. Ultra stable beam splitter and mirror
holders are suggested. The modulation voltage was provided by a
computer controlled lock-in ampliﬁer (Stanford Research Systems
SR830) and a driver ampliﬁer (Trek PZD350). The light intensity
modulation (AC signal) as well as overall MZI output light
intensity (DC signal) was measured with the lock-in ampliﬁer
and recorded by the computer. It is important to note that the AC
signal recovered by the lock-in ampliﬁer contained a notable
contribution of crosstalk from the sample drive signal, which
could be recognized by its presence in the detection system with
the laser turned off. The crosstalk creates an additional offset
value in the signal detected by lock-in, not dependent on
MZI phase.
Typically the polymer sample, PMMAþDMABI 10 wt% (for
detailed molecular structure see ref. [16]), used in this investiga-
tion, was spin-coated from a chloroform solution onto an ITO
covered glass slide (SPI Supplies, ITO sheet resistivity 70–100O).
The glass transition temperature of the sample is approximately
110 1C.
For EO measurements it is necessary to have the EO active
layer between two electrodes or, in other words, in a sandwich
type structure. Two main sandwich sample structures were used.Fig. 1. Experimental setup MZI for determination of EO coefﬁcients of a thin
organic ﬁlm. He–Ne–Helium–Neon laser 632.8 nm, l/2—half wave plate,
BS—beam splitter, M1, M2 and M3—mirrors, PS—phase shifter, Sample, PD—pho-
todiode, Lock-in—Lock-in ampliﬁer, Amp—ampliﬁer, PC—computer.In the ﬁrst case, an ITO glass slide carrying the polymer ﬁlm is
covered with another bare ITO glass slide as shown in Fig. 2(a),
after which both slides are squeezed together in the sample
holder. On the micron scale the surface of the sample, especially
at slide edges, is rather rough, causing the formation of an air gap
between the surface of the polymer and second ITO electrode.
In the second case, a top electrode comprising an Al layer with
thickness of 25 nm is sputtered directly onto the polymer ﬁlm
as shown in Fig. 2(b). In this case the overall optical transmission
coefﬁcient of the sample is reduced, thereby lowering the contrast
of the interference pattern. However the required voltages on the
electrodes for material poling and EO modulation are also
lowered.
The electrical connections to the ITO electrodes were made
using silver paste. The in situ poling was performed at 100 1C for
30 minutes with an applied voltage of 80 V for sample 1 and 50 V
for sample 2. The parameters of the sandwich type samples
shown in Table 1 served as initial conditions for ﬁtting measure-
ments to the model. The corresponding electric ﬁeld in the
polymer was estimated to be 3.0 V/mm and 41.3 V/mm for
samples 1 and 2, respectively.
The thickness and refractive index of the polymer ﬁlm was
determined by a prism coupler (Metricon 2010), the extinction
coefﬁcient by measuring the absorption coefﬁcient (Ocean Optics
HR4000CG-UV-NIR). The air gap thickness was evaluated by
interference fringe separation in the low absorbance part of the
sample transmittance spectrum.
The EO experiment was performed as follows. Modulation
voltage (typically 50 V rms for sample 1 and 15 V rms for sample
2) at 4 kHz was applied to the electrodes. The output light
intensity of MZI (DC signal) and the light modulation amplitude
(AC signal) was detected with the Si photodiode and measured
with the lock-in ampliﬁer. Measurements were performed at
several MZI interference phase points, at each of which data were
collected for 20 s and then averaged. The measurement series was
done with s and p polarized light at several incident angles. Fig. 3
shows typical measurement results where the interference phase
is scanned in the reference arm of the MZI.
From Fig. 3 the maximal modulation depth is calculated by
mmax ¼
IacmaxIacmin
ðImaxIminÞ
, ð1Þ
where Iac max and Iac min are the AC maximal and minimal
modulated signal amplitudes, Imax and Imin are the maximal and
minimal values of DC signal obtained from the MZI phase scan.
Maximal modulation depth is a dimensionless number used to
describe the relative AC modulation intensity.2.1. The inﬂuence of EO effect on output of MZI
The EO coefﬁcient tensor rijk characterizes the ability of a
material to change its refractive index n when low frequencyFig. 2. Sample 1 geometry: 1, 4—ITO coated glasses, 2—air gap, 3—PMMAþD-
MABI 10 wt% polymer, y—light incidence angle; Sample 2 geometry: 1—sputtered
Al layer, 2—PMMAþDMABI 10 wt% polymer, 3—ITO coated glass, y—light
incidence angle.
Table 1
Parameters of sandwich type samples.
Layer Thickness Sample 1
Refractive index n (at 632.8 nm) Extinction coefﬁcient k (at 632.8 nm)
Glass 170.02 mm 1.5 0
ITO 15–30 nm 1.76 0
Air gap 5.9572.38 mm 1.00 0
Polymer 0.9070.09 mm 1.54 (10.470.01)103
ITO 15–30 nm 1.76 0
Glass 170.02 mm 1.50 0
Sample 2
Layer Thickness Refractive index n (at 632.8 nm) Extinction coefﬁcient k (at 632.8 nm)
Al layer 2571 nm 1.45 7.54
Polymer 1.2170.09 mm 1.54 (10.470.01)103
ITO 15–30 nm 1.76 0
Glass 170.02 mm 1.50 0
Fig. 3. Typical EO measurement performed at 81 incidence angle with s polarized
light: 1—IDC signal experimental data, 2—IAC signal experimental data, 3—IDC
signal sine ﬁt, 3—IAC signal sine ﬁt,C—AC and DC signal maxima phase difference.
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1
Dn2
 
¼
X
k
rijkEk ð2Þ
Due to Kleinman symmetry rijk can be rewritten in as ril which
is a 63 tensor. In a poled polymer with a point group symmetry
of CNV the effective EO coefﬁcient for s polarized light can be
written [17]
ref ¼ r13 ð3aÞ
and for p polarized light
ref ¼ r13cos2aþr33sin2a, ð3bÞ
where r13 and r33 are the EO coefﬁcients, and a is the angle
between the externally applied electric ﬁeld (normal to the plane
of the EO active layer) and light propagation direction
a¼ sin1 1
nEO
siny
 
, ð4Þ
where nEO is the refractive index of EO layer and y is the angle of
incidence on the sample. It is convenient to use the ratio r33/r13 to
check the validity of the experimentally determined EO coefﬁ-
cient values. For polymer ﬁlms poled at low electric ﬁelds this
ratio should be in the range from 1 to 3 [18].
The light intensity at the MZI output can be described by the
two beam interference equation
Io1 ¼
1
2
Irþ Isþ2
ﬃﬃﬃﬃﬃﬃﬃ
IrIs
p
cosðjÞ
 
ð5Þwhere Ir is the light intensity in the reference arm, Is is the light
intensity in the sample arm, j is the interference phase difference
(adjustable by phase shifter). If the phase of one of the beams is
AC modulated, and both intensities Ir and Is are constant then we
expect to see an AC signal proportional to a derivative of MZI
output DC signal with respect to interference phase j [3]. In other
words the AC signal maxima should be ahead of the DC signal
(light intensity) maxima of MZI output by phase difference
C¼const¼p/2. After performing numerous series of measure-
ments we have found that the above mentioned phase difference
is not constant but varies with incidence angle and from sample
to sample. To explain these observations we conclude that the
sample modulates not only the phase j, but also the intensity
of Is.
If an AC electrical ﬁeld is applied to a sample the transmission
T and phase j are also modulated and deﬁned by many sample
and acquisition parameters
T ¼ TðN,pol,ref ,y,d,VÞ ð6Þ
j¼jðN,pol,ref ,y,d,VÞ, ð7Þ
where N is the complex refraction index, pol—polarization of
light, ref—effective EO coefﬁcient, d—thickness, V—modulation
voltage and y—light incidence angle on the sample.
Thus the detected output light intensity and therefore the AC
signal amplitude is a function of these parameters. As the sample
is a complex multilayer system its optical transmission and
reﬂection characteristics may be calculated using the Abeles
matrix formalism; however the values of parameters of (6) and
(7) must be known. The thicknesses and complex refraction
indices for each layer could be obtained from independent
experiments. The aim is to determine the effective coefﬁcient ref
of the EO active polymer ﬁlm from MZI experiments.
2.2. Abeles matrix formalism
To describe the intensity and phase of light transmitted through
the sandwich sample at a certain applied voltage one can use
Abeles matrix formalism. The characterization of a multilayer
optical system begins by creating a characteristic matrix for the
i-th layer
Mi ¼
cos 2pNidicosyil
 
j
gi
sin 2pNidicosyil
 
jgisin
2pNidicosyi
l
 
cos 2pNidicosyil
 
0
B@
1
CA ð8Þ
where i¼1 is the ﬁrst layer crossed by light and
gi ¼NicosyiðspolarisationÞ ð9aÞ
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Ni
cosyi
ðppolarisationÞ ð9bÞ
Ni ¼ nijki ð10Þ
and di is the thickness of the i-th layer, Ni—complex refractive
index of i-th layer at wavelength l, ni—refractive index of i-th
layer, ki—extinction coefﬁcient of i-th layer, yi—angle of light
propagation in i-th layer. For describing the multilayer system
one must calculate the characteristic matrix of the system
M¼
Y
i
Mi ð11Þ
If the elements of M are described by
M¼
m11 m12
m21 m22
" #
, ð12Þ
then the transmission and reﬂection amplitudes are given by
t¼ 2gin
ginm11þgoutm22þgoutginm12þm21
, ð13Þ
r¼ ginm11goutm22þgoutginm12m21ginm11þgoutm22þgoutginm12þm21
ð14Þ
from where transmittance and reﬂectance are determined [19] as
T ¼ gout
gin
9t92 ð15Þ
R¼ 9r92 ð16Þ
The phase difference caused by the sample is
Dj¼ arctan Imr
Rer
 
: ð17Þ
By modulating ni in (10) and combining the sample transmit-
tance (15), phase difference (17) with the equation describing the
MZI output intensity (5) one can attempt to ﬁt experimental AC
signal data by adjusting ni, the refractive index and di, the
thickness of the polymer ﬁlm as well as the thickness of the air
gap in sample 1, from which the EO coefﬁcients of the material
under investigation may be deduced. We used the MatLab option
‘‘trust region reﬂective’’ as the data ﬁt algorithm which is the
default.Fig. 4. Modulation depth mmax as a function of modulation voltage U for a MZI in
reﬂection conﬁguration. Quadratic function regression is applied. 1—modulation
depth mmax of poled ﬁlm, 2—modulation depth mmax of unpoled ﬁlm, 3—quad-
ratic ﬁt of modulation depth mmax of poled ﬁlm, 4—quadratic ﬁt of modulation
depth mmax of unpoled ﬁlm.3. Results and discussions
For sample 1 according to our observations the maximal
modulation depth mmax decreases as the incidence angle is
increased. To describe the experimental data it was necessary to
include sample thickness modulations in our model. Thickness
changes may be caused by electrostriction or piezoelectric effects.
To prove the existence of these effects and evaluate the magni-
tude of the sample polymer layer thickness modulation we used
the MZI method in reﬂection conﬁguration [10]. In this case
mirror M1 of the MZI was replaced by a sample mirror consisting
of an ITO glass slide covered by a spin coated thin ﬁlm (1 mm) of
polymer (PMMAþDMABI 10 wt%). It was enclosed by a reﬂective
Al layer 100 nm thick deposited on top of the polymer sample
ﬁlm with the Al layer facing the incident beam. Such a sample has
the same conﬁguration as sample 2; however the Al layer is
thicker so that light will not penetrate into the polymer ﬁlm
causing multiple internal reﬂections. In this conﬁguration, when
voltage is applied to the electrodes, the electric ﬁeld caused
the sample thickness to change, thereby mechanically altering
the optical path length in the sample arm of the MZI. To evaluate
the actual thickness change of the sample we have to derive the
modulation depth equation for the situation where phasemodulation takes place only due to changes in sample arm
physical path length. In this case the light intensity at the MZI
output, or DC signal, a phase difference of C¼p/2 with respect to
the AC modulated signal was observed as the phase in the
reference arm was scanned (cf. Fig. 3), as expected.
For the maximal measured modulation depth of 7.105 on an
unpoled sample, a sample thickness alteration of approximately
14 pm was deduced. In Fig. 4 the modulation depth, determined
according to (1), is shown as a function of applied modulation
voltage. The maximal modulation depth dependence on modula-
tion voltage is seen to consist of two components: an electro-
striction effect (quadratic) and piezoelectric effect (linear).
Moreover, both of these effects increase when the polymer ﬁlms
are poled. As can be seen from Fig. 4 the electrostriction effect
increases almost 5 times (the quadratic coefﬁcient increases from
1.68U105 to 7.95U105), while the piezoelectric effect grows
only 2 times (the linear coefﬁcient increases from 2.51U104 to
5.22U104) after poling. From these coefﬁcients it is possible to
estimate the voltages at which the electrostriction effects will
start to dominate over the piezoelectric contribution for the
thickness change. For the unpoled ﬁlm the electrostriction will
start to dominate at around 15 V while for the poled ﬁlm at 6.6 V.
In Fig. 5 the maximal modulation depth of sample 1 (see
Table 1 and Fig. 2) at different light incidence angles is shown. The
measurement was performed with the MZI in transmission
conﬁguration by applying 50 V rms to the ITO electrodes. The
most important thing to notice in Fig. 5 is that the maximal
modulation depth for s polarized light is higher than that for p
polarized light. From Eqs. (3a and 3b)) the refractive index change
and therefore the maximal modulation depth for p polarized light
are expected to be higher because the effective EO coefﬁcient ref is
a combination of both r13 and r33. Due to electrostriction and
piezoelectric effects the sample thickness changes causing the
modulation depth decrease for greater incidence angles. The ﬁt is
performed by allowing the preliminary experimental results of
polymer ﬁlm and air gap thicknesses to vary so that the polymer
EO coefﬁcients r13 and r33 and thickness alteration Dl due to
electrostriction and piezoelectric effects can be deduced.
For sample 1 experimental data ﬁtting we used glass–ITO–
polymer–air gap–ITO–glass layer system (Fig. 2(a) and Table 1),
which includes the interference effects caused by multiple reﬂec-
tions in the glass slides. If the glass slides are excluded from the ﬁt
model the noise like interference fringes in the ﬁt lines disappear
leaving smooth lines instead. However, in this case it would be
Fig. 5. Modulation depth dependence from incidence angle in MZI in transmission
conﬁguration for sample 1: 1, 2—experimental data for s and p polarized light,
respectively; 3, 4—ﬁt with MatLab based on Abeles matrix formalism for s and p
polarized light, respectively.
Table 2
Sample 1 parameters deduced from numerical ﬁt
results.
Parameter Value
Polymer ﬁlm thickness l 0.8570.05 mm
Air gap lair 5.9070.10 mm
Dlair 17075 pm
Fig. 6. Modulation depth dependence on incidence angle in MZI in transmission
conﬁguration for sample 2: 1, 2—experimental data for s and p polarization,
respectively; 3, 4—MatLab ﬁt to functions based on Abel es matrix formalism for s
and p polarization, respectively.
Table 3
Calculated sample 2 parameters from numerical ﬁt
results.
Parameter Value
Thickness l1 1.3470.05 mm
r13 0.1970.02 pm/V
r33 0.5570.06 pm/V
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ﬁts to sample 1 data it was evident that the modulation depth is a
linear combination of both the sample layer thickness and
refractive index modulations. Taking both into account yields
EO coefﬁcients with r33/r13 ratio value 10, giving r33 a value of
approximately 100 pm/V, which is considerably higher than
published values [18]. For conﬁrmation, Maker fringes were
captured determining a NLO coefﬁcient ratio of d33/d13¼1.86
which should be the same as that for r33/r13. We also tried to ﬁt
the experimental data by permitting only polymer layer thickness
modulations. The amplitude of these thickness modulations were
a lot higher than expected if one considers the experimental
results done earlier (Fig. 4). Therefore the ﬁnal ﬁt was performed
with only the air gap Dlair as ﬁtting variable assuming that the
glass slide separation is modulated by the attractive force of the
electrostatic ﬁeld. Further experiments showed modulation depth
dependence on the modulation frequency and even modulation
depth increase at frequencies below 1 kHz. This can be explained
only by some mechanical oscillations in the system where
increase is caused by mechanical oscillation resonance. Only a
reasonable agreement with experimental data could be achieved
if air gap modulations were allowed. The experimental data and
best ﬁt are shown in Fig. 5. The ﬁt values are shown in Table 2,
from which the polymer ﬁlm thickness and air gap thickness are
seen to be in good agreement with the preliminary experimental
results. Also from Fig. 5 one can notice that the model describes
the overall tendency of modulation depth versus the incidence
angle quite well, however with some outliers. This could be
caused by the sample illumination point, being slightly offset
from the rotation axis of the sample, thereby causing movement
over local variations of the surface.
To determine the EO coefﬁcients of sample 1 more accurately,
the air gap thickness modulation effects which have the dom-
inating contribution to the overall modulation depth values
would need to be reduced. This could be achieved with very high
modulation frequencies, several tens of kHz, however in our case
the measurements were limited by the 20 kHz cutoff frequency of
the photodetector.The modulation depth dependence on incidence angle for
sample 2 can be seen in Fig. 6, which includes a ﬁt to the glass–
ITO–polymer–Al layer structure model. Modulation depth mea-
surements showed a linear dependence on the applied voltage.
As shown before, the thickness changes are quadratically depen-
dent on the applied voltage. Since the theory predicts a linear
dependence of modulation depth amplitude on the applied electric
ﬁeld, one can assume that thickness modulations have small
inﬂuence on the overall modulation depth for sample 2. Therefore
in ﬁtting to the model only refractive index changes in the polymer
layer were allowed, arriving at the values shown in Table 3.
As mentioned earlier, C is a function of light incidence angle
on the sample and for simple sample conﬁguration one can also
have a good ﬁt for the phase difference C changes. However, in
the case when relatively thick (1 mm) glass slides are used the
C value oscillates strongly with variations in incidence angle and
layer thickness, having noise like character which complicates the
ﬁtting procedure.4. Conclusions
We have demonstrated that both EO coefﬁcients (r13 and r33)
of poled polymer ﬁlms can be determined by applying Abeles
matrix formalism to the interpretation of experimental MZI data
of a sandwich sample structure at different incidence angles.
Using a simple MZI reﬂection technique we have shown that for
PMMAþDMABI 10 wt% polymer ﬁlms, thickness changes due to
an applied electric ﬁeld inﬂuence on the detected modulation
depth and therefore must be taken into account. Moreover, if an
air gap is formed in the sample, the modulated signal in the MZI is
usually dominated by the air gap thickness modulation. Experi-
mental data ﬁts show that thickness modulations of an air gap
result in beam intensity modulations which are at least one order
larger in amplitude than those of the polymer layer. In this case,
the thickness modulations of the air gap also override the EO
modulations of polymer layer, so that the EO coefﬁcients for such
a system cannot be reliably determined. For a sample structure
that has no air gap the modulated signal in the MZI is mainly
caused by EO modulations. The proposed experimental procedure
and data treatment for determining the EO coefﬁcients resulted in
E. Nitiss et al. / Optics Communications 286 (2013) 357–362362values of r13¼0.1970.02 pm/V and r33¼0.5570.06 pm/V for a
poled PMMAþDMABI 10 wt% polymer ﬁlm.Acknowledgments
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Poling Induced Mass Transport in Thin Polymer Films
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ABSTRACT: In this study we report investigation of the polymer ﬁlm
morphology modiﬁcations during their corona poling for fabrication of
nonlinear optically (NLO) active materials. We demonstrate that at
certain poling conditions surface and spatial inhomogeneities in the
poled area of the sample appear. Densities of the inhomogeinities
depend on the strength of the poling ﬁeld, the sample temperature
during the poling, and the prepoling conditions. Optimization of the
poling conditions directed toward avoiding surface modiﬁcations
enables us to increase the overall observable eﬀective nonlinearity of
the sample up to 10 times. To investigate, understand, and eventually
explain the formation of the spatial and surface structure inhomogeinites
in the poled material we have used optical, second harmonic, and
scanning electron microscope measurements, as well as the conductivity measurements of the thin ﬁlms. We present results of
poled polymer host−guest ﬁlms where (dimethylamino)benzylidene-1,3-indandione and low dipole moment 2,2′,2″-(4,4′,4″-
nitrilotribenzylidene)triindan-1,3-dione were used as guests in poly(methyl methacrylate), polystyrol, and polysulfone matrixes
doped at 10 wt %.
■ INTRODUCTION
Nonlinear optically (NLO) active polymers doped with polar
molecules are promising substitutes of NLO active inorganic
materials for modern electronics. An increasing interest to new
nonlinear optical (NLO) active organic materials is related to
their low cost, easy processability, and potential applications as
optical components in electro-optic (EO) modulators, optical
switches, sensors, etc.1,2 Such materials must possess large
second-order nonlinear coeﬃcients, which can be obtained by
electric poling with corona discharge.3−9 For maximal possible
NLO eﬃciency one must achieve the highest polar order of
dopant molecules in the system maintaining the chromophore
structure, concentration, and optical properties of thin ﬁlms.
For polymer poling purposes the corona triode device is very
attractive because one can have good control of the ion source
and the poling ﬁeld. The poling eﬃciency depends on multiple
parameters such as poling temperature, electric ﬁeld, etc. The
corona poling possesses also several drawbacks. It takes a lot of
eﬀort for one to obtain controllable corona discharge and
poling conditions due to the complexity of the discharge
process. It has also been reported that poling with corona
discharge may inﬂuence the surface quality of the ﬁlm which is
usually attributed to the bombardment of the ﬁlm by
accelerated ions.10−12
The second-order nonlinearity of poled material can be
characterized using the second-order polarizability χzzz
(2)
χ β= ⟨ ϑ⟩μC coszzz
(2) 3
(1)
where C is the chromophore concentration, βμ is the molecular
second-order polarizability projection on the dipole moment of
molecule, and ⟨cos3 ϑ⟩ is the order parameter or the averaged
cosine cube of angular diﬀerence between the dipole moment
of the molecule and poling ﬁeld.13 The order parameter,
according to an analytic approximation,14 can be expressed as
μ⟨ ϑ⟩ = − ⎜ ⎟
⎡
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where E is the poling ﬁeld, T is the poling temperature, k is the
Boltzmann constant, μ is the dipole moment of the molecule, L
is the Langevin function, and Wes is the chromophore−
chromophore electrostatic energy. The relation 2 may be
divided into two parts. The ﬁrst part, μE/5kT describes the
order parameter as a function of poling (μE) and the thermal
depolarization (kT). As can be seen from (2), it is desirable to
have the poling (μE) energy as high as possible for maximal
ordering. This obviously can be achieved by increasing the
poling ﬁeld E strength. However, surface irregularities may
appear, as shown previously.10−12 As a result, optical quality of
the ﬁlm is reduced and light scattering takes place. The second
part of (2) (1 − L2(Wes/kT)) expresses the dipole−dipole
interactions in the material, which tend to reduce the order
parameter due to repulsion of dipoles oriented in same
direction. The dipole−dipole interactions could be also
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responsible for the reduction of the NLO eﬃciency by
stimulating formation of centrosymmetric NLO inactive
aggregates, especially in guest−host systems where chromo-
hores can move within a matrix.
In this contribution we present investigation of the spatial
and surface irregularities in the guest−host polymer ﬁlms poled
at high ﬁeld strength by the corona triode device. We have used
a computer controlled corona triode device, which allows us to
capture current−voltage characteristics of the system as well as
to perform NLO polymer poling at constant grid potential or
sample current. We show that similar changes in thin ﬁlm
morphology appear for all used host materials.
■ EXPERIMENTAL SECTION
The investigated polymer host−guest ﬁlms were prepared as
follows. We used (dimethylamino)benzylidene-1,3-indandione
(DMABI15) and low dipole moment 2,2′,2″-(4,4′,4″-
nitrilotribenzylidene)triindan-1,3-dione (A3BI16) chromo-
phores as guests in various matrixes (poly(methyl methacry-
late) (PMMA, Sigma-Aldrich), polystyrene (PS, Sigma-
Aldrich), and polysulfone (PSU, Sigma-Aldrich)) doped at 10
wt %. The ﬁlms were spin-coated from a chloroform solution
onto an ITO covered glass slide (SPI Supplies, ITO sheet
resistivity 70−100 Ω). The glass transition temperatures of the
samples were approximately 110 °C for the PMMA, 63 °C for
the PS, and 119 °C for the PSU thin ﬁlms. The thickness of the
spin-coated samples was around 2 μm.
For sample poling we used a computer controlled corona
triode device, which allows us to monitor and control the
poling conditions. The principal scheme of corona triode
setup17 is shown in Figure 1. During the corona poling, high
voltage is applied to corona wires. By varying the grid voltage,
we are able to control the polymer poling voltage. The voltage
diﬀerence between corona wires and grid was kept constant of
9 kV to ensure invariable corona discharge conditions at
diﬀerent grid voltages. Ambient air in the corona chamber was
replaced by nitrogen to keep the corona generated ionic
composition and conductivity independent of temperature and
moisture. The sample was put on the heater with precisely
controlled temperature. We have also used spacers for varying
the grid to sample distance. The spacer hollow has a conical
shape; therefore, it acts as a lens for the ion ﬂux allowing one to
reduce the sample charging time at the beginning of the poling.
The resulting NLO eﬃciency and optical quality of the
polymer ﬁlms were found to depend on the poling procedure.
One of the most common poling procedures includes turning
on corona voltage after heating of the polymer to the glass
transition temperature.18,19 This procedure has an advantage of
having polymer disposed of solvent and absorbed gases such as
air and water vapor before chromophore orientation. However,
at high guest concentrations many of chromophores tend to
form aggregates and even crystals, which signiﬁcantly reduce
the NLO eﬃciency and the ﬁlm quality. Turning on external
electric ﬁeld during the heating of the polymer ﬁlm can prevent
crystallization.20 We used two poling procedures, which are
schematically shown in Figure 2a,b. During the ﬁrst poling
procedure, as suggested by Vembris et al.,20 the poling voltage
was applied and kept constant while the sample was heated up
to poling temperature Tp, poled and then cooled down to
ambient temperature To. Such an approach reduced the amount
of aggregates and crystals formed during the poling. However,
we noticed that this poling procedure signiﬁcantly increased
probability of formation of spatial and surface inhomogeneities
in the poled area of the sample. Therefore, we implemented the
second poling procedure suggested by Lee et al.,12 which
allowed us to maintain good optical quality of poled thin ﬁlms.
It starts with a prepoling phase tH of approximately 3−5 min,
during which the sample is heated to the preheating
temperature TH with no poling ﬁeld applied. The performed
experiments show that this period of time is short enough to
avoid formation of centrosymmetric crystals, but suﬃciently
long to dispose major part of the solvent and absorbed gases for
the thin ﬁlm. Afterward, the sample is poled like in the ﬁrst
poling procedure.
We used second harmonic generation (SHG) measurements
with a setup15 to evaluate the NLO eﬃciency of the poled
polymers. From the SHG scan we are able to obtain the NLO
eﬃciency proﬁles of the poled polymer. The SH intensity was
then normalized to the SH intensity generated in quartz crystal.
The obtained value is the eﬀective nonlinear optical (NLO)
coeﬃcient deff.
Optical (bright ﬁeld) microscope (Nikon ECLIPSE L150),
scanning electron microscope (SEM) (Carl Zeiss EVO 50
XVP), and two photon excitation luminescence (TPEL) and
SHG microscopes were used for investigation of irregularities in
the poled polymer ﬁlms.
Both TPEL and SHG images of poled polymer ﬁlms were
obtained through raster scanning of samples using a nonlinear
optical scanning microscope. Excitation with picosecond pulses
at 1064 nm wavelength and 1 MHz repetition rate was applied.
An integral TPEL signal in a range from 540 to 710 nm was
collected by using two cutoﬀ ﬁlters (Thorlabs, Asahi-Spectra).
The SHG signal was ﬁltered with a laser line ﬁlter at 532 nm
with the fwhm of 10 ± 2 nm (Thorlabs). The SHG imaging
was performed at two perpendicular polarizations.
Figure 1. Principal scheme of corona discharge device.
Figure 2. Time scale and parameters of (a) ﬁrst corona poling
procedure and (b) second poling procedure. To, Tp, and TH are the
room, poling, and heating temperatures, respectively, Vp is the poling/
grid voltage, and th, tp, and tc are the heating, poling, and cooling times,
respectively.
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■ RESULTS
Sample corona poling by the ﬁrst procedure at certain poling
conditions caused appearance of optical inhomogeneities in the
poled part of the ﬁlm. The optical inhomogeinities were caused
by surface and/or spatial irregularities. As the size of
inhomogeneities is close to the optical wavelength, light
scattering takes place, and the poled area looks frosted. Optical
microscope images of the unpoled region of PMMA+DMABI
10 wt % thin ﬁlms and poled by the ﬁrst poling procedure are
shown in Figure 3a,b.
As mentioned before, higher NLO eﬃciencies should be
obtained by increasing the poling ﬁeld strength. However, as
the poling ﬁeld strength increases, the overall observable NLO
eﬃciency drops down. This can be seen in Figure 4 where the
eﬀective NLO coeﬃcient deff as a function of the grid voltage is
shown. Clearly modiﬁcation of the morphology of the poled
area plays a signiﬁcant role for the overall observable NLO
eﬃciency. According to our observations, the inhomogeinities
appear for all of the used hosts (PMMA, PS, and PSU). In
Figure 5 optical images of poled areas of PMMA+DMABI (10
wt %), PS+DMABI (10 wt %), and (c) PSU+DMABI (10 wt
%) thin ﬁlms are shown.
The extent of the inhomogeneity was characterized by
measuring the scattered light intensity. We found that the
scattered light intensity depends on the poling electric ﬁeld
strength and the poling temperature, or simply on the ratio of
poling and thermal energies. Figure 6 shows the scattered light
intensity as a function of poling temperature at diﬀerent grid
voltages. The light scattering from the poled part of the sample
appears above the poling temperature of 80 °C. The scattered
light intensity reaches maximum for sample poled at about 90
°C and then decreases as the poling temperature increases. The
decrease is most probably caused by the reduction of amount of
scattering elements due to decrease in viscosity, which favors
the ﬁlm ﬂuidity and thus, reduction of ﬁlm damage or some
kind of “self-curing“ takes place. The maximum of the scattered
light intensity appears when higher grid voltages are applied at
lower poling temperatures.
Figure 7 shows the poling temperatures at which the maximal
scattered light intensity was obtained as a function of poling
voltages. These values were obtained from the data displayed in
Figure 6, where the points around the maximal scattering value
are approximated by a second-order polynomial function. After
the temperatures at which maximal light scattering takes place
are identiﬁed, they are displayed as black points in Figure 7.
The black point approximation suggests that the product of
poling temperature at which maximum scattering is obtained
Figure 3. Optical images of the unpoled (a) and poled (b) regions of
PMMA+DMABI (10 wt %) thin ﬁlm obtained by the ﬁrst poling
procedure.
Figure 4. Eﬀective NLO coeﬃcient deff of PMMA+DMABI (10 wt %)
thin ﬁlms as a function of grid voltage for the samples poled by the ﬁrst
poling procedure.
Figure 5. Optical images of the poled regions (a) PMMA+DMABI (10 wt %), (b) PS+DMABI (10 wt %), and (c) PSU+DMABI (10 wt %) poled
applying ﬁrst poling procedure.
Figure 6. Scattered light percentage as a function of poling
temperature at diﬀerent grid voltages for PMMA+DMABI (10 wt
%) thin ﬁlms.
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and the respective grid voltage at which poling is performed is
constant or simply T·E = const. The temperature and grid
voltage relation clearly attributes to the amount of energy
necessary for the formation of scattering structure in the
PMMA+DMABI (10 wt %) thin ﬁlms. Figure 7 also shows the
scattering intensity as a function of grid voltage for the samples
poled at glass transition temperature Tg = 110 °C. The
scattering intensity in this case is directly proportional to the
grid voltage value. Extrapolation of the linear dependence of
scattering intensity to zero value gives that approximately 650 V
is necessary for the surface irregularities to appear if the guest−
host ﬁlm is poled at glass transition temperature Tg.
Formation of the scattering structure depends also on the
distance between the sample and the grid. Increase of the grid
to sample distance reduces the ion energy and also weakens
formation of the scattering structure. Figure 8 shows that the
scattering intensity approximately linearly decreases with
increase in the grid to sample distance.
Figure 9 shows the SEM image of the poled PMMA+DMABI
(10 wt %) ﬁlm. It reveals the “hilly” structure of the ﬁlm
surface, with the typical “hill” to “hollow” height diﬀerences of
about 0.4 μm, i.e., close to the half of the ﬁlm thickness. Parts
a−d of Figure 10 show optical, SHG, and two photon excitation
luminescence (TPEL) images of the poled sample area. As a
ﬁrst approximation, we assume that locally the TPEL signal is
proportional to the concentration of chromophores, but the SH
intensity characterizes the amount of noncentrosymmetric
elements. Parts a−d of Figure 10 show that dark spots in optical
images are also dark in the TPEL images, again suggesting that
the dark spots are hollows meaning that the mass is dragged
away from the center of the hollow during the poling. It shall be
also noticed that there is an increased TPEL and SH signal
around the hollows.
From the analysis of the SH images, we see that only the
hollow slopes are NLO active as is shown in Figure 11a,b at
orthogonal excitation light polarizations. Such pattern in SHG
image is typical for radial arrangement of the nonlinear dipoles.
Because the SH intensity characterizes the amount of
noncentrosymmetric elements, the pattern in SHG image
suggests that the chromophores (dipoles) are oriented toward
or away from the hollow centers.
The thin ﬁlms maintain their optical quality if they are poled
by the second poling procedure described above. When we
compare NLO eﬃciencies at the centers of the samples poled at
the same temperature and grid voltage, we ﬁnd the samples
poled by the second poling procedure show at least 6 times
higher eﬃciency compared to the ones poled by ﬁrst poling
procedure. The eﬀective NLO coeﬃcients deff are shown in
Figure 12. One would expect higher NLO activity from material
poled by the ﬁrst poling procedure than from material poled by
the second procedure, due to the fact that fewer molecules are
expected to form aggregates and crystals during the heating
phase.9 However, as the light scattering in the poled area takes
place, the overall observable eﬀective NLO activity of material
is reduced. We also measured the NLO eﬃciency of the poled
thin ﬁlms as a function of grid voltage. From the experimental
data shown in Figure 4 it can be seen that for the sample poled
by the ﬁrst poling the NLO eﬃciency decreases by increasing
the grid voltage, on the contrary the NLO eﬃciency increases
with the grid voltage as shown in Figure 13a if the second
poling procedure was applied.
Because the eﬀective NLO coeﬃcient of the poled thin ﬁlm
depends on the electric ﬁeld, we investigated also how the
eﬀective poling voltage depends on the grid to sample distance.
In Figure 13b the eﬀective NLO coeﬃcient deff as a function of
grid to sample distance for the ﬁlms poled by second poling
procedure at grid voltage 1.5 kV is shown indicating no clear
dependence. This means that the sample was charged to a
certain voltage (not higher than the grid voltage) regardless of
the sample to grid distance.
We have analyzed surfaces of the PMMA+DMABI (10 wt %)
samples how they depend on the prepoling and poling
temperatures (Figure 14). For the characterization of the
sample surfaces we used two possible states. Filled circles in
Figure 14 mark the samples, which have changed their surface
morphology, and empty circles represent the samples that have
maintained their optical properties after the poling. All the
samples were poled using the second poling procedure at 2.5
kV grid voltage. The dotted lines mark the glass transition
temperature. On the basis of these results, we were able to
determine the boundary at which in case second poling
procedure is used the samples change their surface morphology.
This boundary is indicated as a line dividing gray and white
regions in the graph (Figure 14). If the prepoling and poling
temperature values are chosen with coordinates (Tpp, Tp) that
correspond to a point in the gray (white) region in Figure 14,
the surface inhomogeinities will (will not) appear during the
poling. It should also be noted that if samples are poled above
glass transition temperature, there will always be changes in the
sample surface morphology. To get the highest possible
nonlinearity of the thin ﬁlm, one should pole the samples
Figure 7. Temperature of corresponding maximal scattering as a
function of poling temperature (1) and ﬁt (2), scattering as a function
of grid voltage for samples poled at Tg = 110 °C (3), and linear ﬁt (4)
for PMMA+DMABI (10 wt %) thin ﬁlms.
Figure 8. Scattered light percentage as a function of grid to sample
distance for sample poled by the ﬁrst poling procedure at constant grid
voltage Ug = 1.5 kV and poling temperature 95 °C.
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using second poling procedure with prepoling and poling
temperatures corresponding to a point that is as close as
possible to the intersection of the glass transition temperature
lines, but below the gray−white region boundary line. In this
particular case for PMMA+DMABI (10 wt %) sample the
poling temperature should be 105 °C and the prepoling
temperature 115 °C.
Because the conductivity of the thin ﬁlm could also inﬂuence
the formation of surface irregularities, we investigated whether
there are diﬀerences in the conductivity of the nonpreheated
and preheated samples. For these measurements a 100 nm
thick Al electrode was sputtered on the thin ﬁlms and I−V
characteristics were captured. The results are shown in Figure
15. It can be clearly seen that the current at respective voltages
is lower for the preheated samples.
■ DISCUSSION
As shown above, formation of the ﬁlm inhomogenieties depend
on the poling and prepoling procedures. There could be three
main reasons for the formation of inhomogenieties in the guest
host ﬁlms during the poling. First, we suggest that the hollows
are formed by the charged ions, which ram the soft polymer.
The speed and therefore kinetic energy of ions depend on the
grid potential and on the grid to sample distance. A second
hypothesis would be that the hollows are formed due to mass
transport induced by the poling ﬁeld and chromophore dipole
interaction. Numerical Langevin dynamics calculations imply
that molecules, if not bound, due to dipole−dipole interactions
can move, forming high-order structures during the poling
procedure,21 or in other words, mass transport can take place.
In such a way chromophores, while creating polar elements,
could drag the surrounding polymer. Finally, we would like to
propose that the hollows could be made by local electrical
breakdown of the polymer.
In the ﬁrst two cases, polymer must be suﬃciently soft for
the changes in the morphology of the ﬁlm to take place.
Therefore, polymers must be poled at temperature higher than
some critical value (Figure 6) for the inhomogeinities to
appear. Unfortunately, both the formation of hollows due to
high energy ion bombardment and the dipole moment−electric
ﬁeld interaction induced mass transport depend on the polymer
poling temperature and poling ﬁeld. This fact causes the
diﬃculties to favor either of these two hypotheses on formation
of surface inhomogeinities.
There are facts that would favor either the ﬁrst or the second
hypothesis of the formation of surface inhomogeinities. From
Figure 8 it is obvious that the density of scattering elements
grows if the grid is closer to the sample. This clearly favors the
hypothesis that the hollows are formed during the ion impact.
Increasing the grid to sample distance (assuming that the free
path length does not change) we increase the probability for
the charged ion to lose part of its kinetic energy during impacts
in the space between grid and sample. Therefore, at the same
initial potential energy conditions determined by the grid
voltage, at higher sample to grid distances, the ions will have
less kinetic energy left to transfer to the polymer ﬁlm. Because
the thin ﬁlm poling voltages do not depend on the sample to
grid distance (Figure 13b), the magnitude of poling ﬁeld and
Figure 9. Electron microscope image of poled part of PMMA+DMABI (10 wt %) thin ﬁlm.
Figure 10. (a) Optical image, (b)TPEL, (c) SHG horizontally
polarized (0°) and (d) SHG vertically polarized (90°) images of poled
area of PMMA+DMABI (10 wt %) thin ﬁlm.
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molecule dipole moment interaction also would not change.
This again favors the fact that hollows are formed during the
ion impact. As mentioned previously, to eliminate the
chromophore and electric ﬁeld interaction eﬀect on the
formation of hollows, samples with nonpolar A3BI chromo-
phores were made and poled. We were not able to observe any
changes in the sample morphology. This clearly suggests that
the chromophores in guest−host ﬁlms must possess a dipole
moment so that the changes in thin ﬁlm morphology would
take place. The result favors the second hypothesis that the
hollows are formed due to mass transport induced by the
poling ﬁeld and chromophore dipole moment interaction. The
probability of hollow formation due to mechanical impact and
poling ﬁeld and chromophore dipole moment interaction is
also inﬂuenced by the poling temperature, which deﬁnes the
viscosity of the polymer. Partial reduction of inhomogeinities at
higher poling temperatures suggests that polymer is suﬃciently
soft (ﬂuent) for the hollows to close.
The reason why there are no inhomogeinities in the sample
to which prepoling procedure is applied could be the following.
After sample preparation, the ﬁlms still contain some amount of
solvent, so the ambient gases and water accumulate in polymer
pores. Heating the sample causes the solvent and absorbed
gases to leave the pores, thus increasing the polymer glass
transition temperature.22
Therefore, after the preheating of the ﬁlm, the glass transition
temperature of polymer increases making the mass transfer less
probable. We also performed hardness measurements for the
thin PMMA+DMABI (10 wt %) ﬁlms, which showed that the
hardness of the thin ﬁlm to which prepoling procedure was
applied increased only by 18%. Such a small increase in
hardness could not be the reason for such a dramatic change in
the surface irregularity concentration. Because after the spin
coating the molecules are frozen not in the energetically most
favorable condition from the molecular interaction point of
view, we suppose that the prepoling procedure enhances the
relaxation processes in the ﬁlm. Thus, after the prepoling
procedure, the molecules have compacted, therefore reducing
the probability of poling induced mass transport.
Finally, we found that conductivity of the preheated samples
is lower than for the samples poled by the ﬁrst poling
procedure (Figure 15). This ﬁnding leads to our third
hypothesis for the formation of surface irregularities. We
propose that the hollows could be made by local electrical
breakdown of the polymer. Because the samples poled by the
ﬁrst poling procedure have higher conductivities than the ones
poled by the second poling procedure, it is more likely that
local electrical breakdown will take place during the ﬁrst poling
procedure. At temperatures beyond glass transition temperature
Tg, the solvent and absorbed gases have left the sample. This
means that at temperature beyond the Tg the conductivity
would not depend on the prepoling procedure used. Because
the conductivity of the polymer grows rapidly around Tg, the
probability of electrical breakdown is a lot higher for samples
poled at temperatures higher than Tg. This explains why the
irregularities appear for both poling procedures at high enough
poling temperatures.
Figure 11. Caption TPEL and SHG intensities of the hollows scanned
(a) vertically and (b) horizontally after excited by horizontally
polarized (0°) and vertically polarized (90°) light.
Figure 12. SHG scan: eﬀective NLO coeﬃcient deff of PMMA
+DMABI (10 wt %) thin ﬁlms poled of using ﬁrst and second
procedure.
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■ CONCLUSIONS
In conclusion, we have investigated morphology changes of
thin host−guest polymer ﬁlms caused by corona poling
procedure. Formation of surface irregularities was observed
by reaching threshold poling temperatures at high poling ﬁelds
for all used host polymers. The appearance of irregularities may
be controlled by prepoling and poling conditions. A certain
prepoling procedure helps to avoid formation of irregularities.
It involves the ﬁlm heating to temperatures higher than the
poling temperature for a short period of time with no poling
ﬁeld applied. This approach helps to suppress formation of
inhmogeinities for PMMA, PS, and PSU thin ﬁlms doped with
DMABI and increases the eﬀective NLO eﬃciency. We also
demonstrate that greater grid to sample distances additionally
help to avoid irregularities, while keeping the poling eﬃciency
unaﬀected.
We propose three hypotheses that could explain the eﬀect of
surface and morphology changes in the sample during the
corona poling. The inhomogenieties in the form of hollows
could be formed due to high energy ion bombardment. We
have shown that the density of scattering elements or hollows
grows if we increase the kinetic energy of the ions, which can be
done either by increasing grid voltage or by decreasing the
distance between the grid and sample surface. However, we
were not able to observe any changes in the sample
morphology when nonpolar chromophores are dissolved in
the host. This suggests that polar molecules are required in the
thin ﬁlm to observe formation of inhomogenieties. Thus
possibly the changes in the sample morphology are induced by
the poling ﬁeld and chromophore dipole moment interaction,
which causes mass transport to take place. The mentioned
hollows could also be formed by local electrical breakdown in
the ﬁlm. This hypothesis is encouraged by the fact that we were
able to observe a correlation between the sample conductivity
and probability for the changes in sample morphology to take
place during the poling. Unfortunately, the mechanism of
formation of these inhomogeneities is still unclear.
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ABSTRACT 
Thin organic waveguiding layers are applied more and more frequently as optical components in novel optoelectronic 
devices. For development of such devices it is important to know the optical properties of the used waveguides. One of 
the most important parameters is optical propagation loss in the waveguide. In this paper we present optical propagation 
loss measurements in planar electro optical waveguides using travelling fiber method. Using this method attenuation 
coefficient α at 633 nm as a function of chromophore concentration for the first two guiding modes in the slab 
waveguide was determined.  
Keywords: organic electro optical materials, light propagation losses in waveguides, travelling fiber method.  
1. INTRODUCTION 
Optical waveguides are one of the key enabling elements for the development of high performance and low cost 
nanoscale photonics devices such as switches, modulators, sensors etc. For the later waveguides with excellent nonlinear 
optical (NLO) and linear optical properties have to be produced. Currently significant effort is directed towards 
developing organic, whether polymer or organic glass, NLO materials for the mentioned applications. These 
investigations are mainly driven by the fact that NLO active organic materials would possess multiple advantages over 
the traditional inorganic materials such as low cost, easy processability, low dielectric constants and thus could be used 
as electro optically active components in high bandwidth electro optic (EO) modulators [1,2]. For the development of 
waveguide devices the optical quality of the waveguide is a crucial factor and is one of main performance characteristics 
[3]. Provisionally a commercially available electro optic modulator using organic NLO material requires optical 
propagation loss in the waveguide to be no more than 1 dB/cm [4]. In order to fulfill this criterion one has to avoid light 
scattering in the core and cladding materials as well as choose the NLO core material with optical absorption as low as 
possible in the operating wavelength. Taking these facts into consideration it is clear that before the development of the 
waveguide devices the losses of the waveguides have to be estimated. There are multiple methods for measuring optical 
propagation losses in waveguides [5,6]. The most commonly applied is the cut-back method in which the transmission of 
light for waveguide with different lengths is compared [7-10]. This is a destructive method and works if one assumes that 
for each measurement identical coupling conditions are met. One can also use nondestructive methods such as prism 
coupling [11], multiple reflection [12] or scattering light methods such as travelling fiber method [11,13]. For our 
measurements of optical propagation losses in planar waveguides a computer controlled setup based on travelling fiber 
method was implemented. We used this setup for investigation of light propagation losses in planar host/guest polymer 
PMMA+DMABI waveguides and to determine the loss dependence on the NLO active chromophore concentration in the 
polymer host. The results will determine the limiting concentration of DMABI at which the propagation loss 
requirements mentioned previously can be satisfied. The guest concentration will also determine the load parameter an 
therefore the NLO efficiency of the material. 
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2. EXPERIMENTAL 
For measuring optical propagation losses we used the travelling fiber method [14]. The prism coupling technique was 
applied for coupling light into planar optical waveguides [6, 15]. 
The principal scheme of this method is displayed in Fig. 1.  The incident beam is coupled through a high refractive index 
prism into a planar waveguide. The light can be coupled at incidence angles that correspond to mode resonance angles in 
the waveguide. As optical mode propagates in the thin film part of the intensity is scattered at the waveguide – air 
boundary. This scattered light is collected using a multimode optical fiber. If we assume that surface roughness and 
waveguide inhomogeneity is maintained throughout the film and that the scattered light intensity is proportional to the 
light intensity in the waveguide core, then the propagation losses can be estimated. This method possesses multiple 
commonly known disadvantages - the waveguide surface must scatter the light which of course causes additional losses, 
it does not work for buried waveguides and it requires precise mechanical operation [16]. The main advantage of this 
method is the simplicity of execution and even though an indirect optical loss measurement is performed, it can give 
good results. 
 
Figure 1. The principal scheme of light propagation loss measurement by travelling fiber method, the light coupling into the 
waveguide is performed by the prism coupling technique. 
 
Full scheme of the experimental setup is shown in Fig. 2. The prism coupling is performed on a goniometric stage. We 
used a He-Ne laser as light source. Using a computer controlled motorized one axis stage the fiber can be moved along 
light propagation path and the scattered light can be collected. The scattered light intensity is registered using the PC. 
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Figure 2. Experimental setup for measuring light propagation losses in planar waveguides. 
 
Planar NLO host/guest polymer PMMA+DMABI (for detailed molecular structure see ref. [17]) waveguides, were spin-
coated from a chloroform solution onto glass substrates. Guest concentrations were varied and waveguides doped at 7.5 
%, 10%, 12.5% and 15% were prepared. There are two reasons why such concentrations were chosen. From the previous 
investigations it is expected that NLO efficiency will grow as the chromophore concentration is increased [17]. It reaches 
its maxima at approximately 15% which in this investigation is chosen as the upper limit of the guest concentration. The 
lower limit is determined by the thin waveguiding parameters where theoretically in order to have a waveguide in which 
at least two modes can be coupled chromophore concentration has to higher than 4.5 wt%. As will be shown later this 
value is underestimated. The waveguide thickness was kept constant at approximately 2 µm. 
The scattered light intensity as a function of propagation length x is approximated using an exponential function 
 ܫ = ܣ ∙ ݁ିఈᇱ∙௫, (1) 
where A is the light intensity in counts at x=0, α’ characterizes the exponential decay. If propagation length is displayed 
in mm, then the attenuation coefficient α in dB/cm can be expressed as 
 ߙ = 10ܮ݋ ଵ݃଴(݁) ∙ ߙ′, (2) 
where e is the Euler’s number. 
3. RESULTS AND DISCUSSIONS 
The measured scattered light intensity as a function of light propagation distance is shown in Figure 3. It can be seen that 
light intensity decays exponentially as the light propagates through the waveguide. The experimental data do not lie 
smoothly on the approximation curve and some bumps can be noticed. These are caused by additional scattering 
elements in the sample such as dust or crystalic phase. The scattering objects are formed during the sample preparation, 
but should be avoided for good optical propagation loss measurement. The approximation of the experimental data 
shown in Figure 3 yields that the optical propagation loss for this particular measurement is 9.6 dB/cm. 
The measured attenuation coefficient α dependence on the chromophore concentration in the matrix is shown in Figure 
4. The loss measurements were performed for the first two TE modes of the slab waveguide. We were not able to couple 
the second TE mode in the waveguides with guest concentration of 7.5 wt%.  Since the used laser light wavelength 633 
nm is close to the absorption maxima, the measured attenuation coefficients are quite high. From the graph it can also be 
seen that measured attenuation coefficient values at higher guest concentrations are higher than expected (indicated by 
lines). This is due to the fact that at higher chromophore concentrations they tend to form crystalic aggregates which 
reduce the optical quality of the film. Due to this the last point of the first TE mode is no taken into account when 
determining attenuation coefficient dependence on chromophore concentration. 
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Figure 3. Scattered light intensity as a function of light propagation length x 
Figure 4. Attenuation coefficient α at 633 nm wavelength as a function of chromophore (DMABI) concentration in host 
(PMMA) 
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4. CONCLUSIONS 
We have applied the travelling fiber method for measuring light propagation losses at 633 nm of thin organic 
waveguiding layers and determined the attenuation coefficient α dependence on the NLO active DMABI chromophore 
concentration in the PMMA matrix. It is found that α grows linearly as the chromophore concentration is increased. 
Linear growth can be noticed with DMABI concentration up to approximately 12.5 wt%. If the concentration is 
increased above the mentioned value the propagation losses grow rapidly due to formation of crystalic aggregates which 
increase the losses due to light scattering. So for low chromophore concentrations the attenuation coefficient is mainly 
determined by the light absorption, but above the critical value – by the light scattering from crystalic aggregates. 
The measured propagation losses are quite high mainly due to the fact that the measurement was performed spectrally 
close to absorption peak which is at 490 nm. In order to satisfy the material application requirements α < 1 dB/cm, the 
NLO chromophore concentration at 633 nm should be approximately 1.5 wt% which for DMABI doped PMMA thin 
films gives the refractive index 1.496. From this value the appropriate waveguide thickness can be found. Theoretically 
the waveguide thickness that would satisfy the single mode conditions in such a configuration should be around 1.3 µm. 
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Currently inorganic materials prevail as the nonlinear active medium for light modulation in electro-optical (EO)
device technology. A recent promising trend is to consider organic nonlinear optical materials for application
in EO modulators due to their multiple advantages including low costs and high EO coefficients. In this paper,
we proposed a new type of polymer EO modulator whose fabrication is compatible with the currently used
silicon on insulator technology. Our numerical optimization of the proposed structure demonstrates that it is theo-
retically possible to achieve a half-wave voltage as low as 1.56 V for a 1 cm long modulator structure operating at
780 nm. Based on the results of the numerical calculations, we also outline the advantages and drawbacks of
the design. © 2014 Optical Society of America
OCIS codes: (130.4110) Modulators; (130.5460) Polymer waveguides.
http://dx.doi.org/10.1364/JOSAB.31.002446
1. INTRODUCTION
Broadband electro-optical (EO) modulators are among the
key elements for the future development of communication
technology. In order to satisfy the ever growing need for an
increase in data transfer rate, there is a demand for a high
speed, low loss, and low production cost EO modulator. Sev-
eral directions of EOmodulator technology development have
been advanced in the last decade. It has been shown that a
further increase in data transfer speeds of modulators based
on inorganic EO components may be achieved by optimizing
the structure and introducing new concepts and materials
with enhanced nonlinear properties [1–7]. Nevertheless the
main disadvantages such as high fabrication costs and dielec-
tric losses would still remain. Furthermore, the high dielectric
constants of inorganic nonlinear optical (NLO) materials set
limits to the maximal bandwidth obtainable in a travelling
wave modulator design. Due to the low EO coefficients of
the inorganic materials, the light and the electric field inter-
action length should be long in order to achieve low driving
voltages, thus causing the light wave and the microwave
propagation velocity to mismatch [8]. Thus considerable at-
tention has been devoted to new EO active organic materials
due to their multiple advantageous properties such as low
cost, easy processability, low dielectric constants, and high
nonlinearity [9]. Devices based on highly NLO EO materials
with EO coefficients up to 300 pm∕V could satisfy the future
bandwidth and chip scale requirements [10,11]. Various
groups are already implementing organic materials as optical
NLO active waveguide components. One of the most promis-
ing ways to introduce the organic EOmaterial into silicon pho-
tonics would be to implement a polymer in a Si trench [12,13].
Such design is complementary metal oxide semiconductor
(CMOS) compatible but is limited to operation only in the
IR range. Another CMOS compatible design would employ
SiN waveguides with EO active polymer claddings [14]. SiN
based waveguides with EO active polymer claddings would
be able to operate in the visible range but are expensive
and have insufficient efficiency due to the fact that only a
small part of the light penetrates the low refractive index clad-
ding. Multiple modulator designs which are able to operate
at high speeds and possess low light propagation losses
and low switching voltages employ purely polymeric or hybrid
waveguides [15–24]. Disadvantages of such designs are the
complexity of preparation and the fact that compatible mate-
rials should be considered. From this perspective it would be
highly desirable if CMOS processes could be used for the
development of the design. Some new types of waveguide
structures that are compatible with silicon on insulator (SOI)
technology have been demonstrated earlier, most of which are
hybrid or polymeric waveguides transferred to silicon or SOI
wafers [25–32]. These designs possess the same disadvantages
as mentioned above.
In this contribution we present a new type of a SOI/polymer
EO modulator design capable of operating in the telecommu-
nication first wavelength window. The ease of processing and
the compatibility with the widely used SOI technology suggest
that the proposed principle of the design can be applied for
developing a wide variety of passive and active photonics
components. In the suggested design, the operating wave-
length of the demonstrated waveguide and the respective
modulator parameters are determined by the properties of
the EO polymer core. In most cases it can be used for oper-
ation in the visible spectral range, which is not accessible to
the active Si lightguide components due to the high optical
absorption. In the proposed structure, the doped Si serves
only as an electrode and is optically isolated from the wave-
guide core. The mentioned wavelength range could be particu-
larly relevant for short range communication and realising the
promising concept that suggests using multimode graded in-
dex polymer optical fibers as capillaries of the network [33].
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For the visible and near IR range cheap light sources and
detectors could be employed.
For optimal modulator performance, one has to perform
several optimization steps which include determination of
the geometrical parameters for a single mode and for a non-
birefringent regime, microwave and optical refractive index
matching in a travelling wave modulator, and microwave loss.
In this contribution, we would like to present the optimization
of hybrid SOI/polymer travelling wave Mach–Zehnder inter-
ferometric (MZI) modulator structure based on data obtained
from experimental light propagation loss measurements and
numerical simulations carried out with Comsol Multiphysics
Modules and CAvity Modelling FRamework (CAMFR) [34].
2. SOI/POLYMER WAVEGUIDE STRUCTURE
Optical waveguides are the key building elements of
integrated photonic circuits. An interesting and yet very sim-
ple waveguiding structure comprising a polymer waveguide
(core) on oxidized Si (cladding) has been discussed and dem-
onstrated [26]. We suggest extending the principle of the
waveguide design—waveguide on oxidized Si—for building
passive and active waveguide components on SOI platforms
following the steps shown in Fig. 1.
Such waveguide design could be used for building passive,
as well as active, photonic components. It is obvious that the
Si layer, if doped, could serve as an electrode, thus allowing
access to the EO properties of the waveguide core material.
The EO activity of the polymer core could be achieved during
polymer poling—a procedure in which a static electric field is
applied over the polymer heated close to the glass transition
temperature. The reorientation and ordering of the chromo-
phore molecules in the material yields a noncentrosymmetric
structure which is compulsory for EO activity. For this pur-
pose, a contact poling technique employing Si electrodes
can be used for the proposed structure of the waveguide,
and no additional electrodes are required. It should be men-
tioned that a high uniformity and a low conductivity of SiO2
cladding could enable an increase in the poling voltage with-
out an electrical breakdown of EO polymer.
One could have doubts that the waveguide mode would
propagate only through the polymer core and not couple into
the high refractive index Si layer. The concern was that the
SiO2 cladding layer would have to be very thick to avoid this
loss. Since the thermal oxidation limit for an oxide layer of
decent quality on Si is approximately 1 μm, the buffer layer
will have to be less than the mentioned thickness. In Fig. 2
we show the measured propagation loss in a slab waveguide
made by a spin coating guest–host system dimetilaminoben-
zylidene-1,3-indandione [37] + polysulphonate (DMABI +
PSU) 10 wt. % waveguide (n  1.67 at 780 nm) on oxidized
Si substrate as a function of SiO2 layer thickness. Even though
the suggested waveguide is a ridge type waveguide, measure-
ments of propagation loss in a slab waveguide can provide a
sufficient amount of information about the behavior of light in
the waveguide core. The light propagation loss was measured
using the moving fiber method described elsewhere [38–40].
As can be seen in Fig. 2, the propagation loss decreases as the
SiO2 layer thickness is increased. At SiO2 thickness of 0.7 μm,
the optical propagation loss saturates at the value 5 dB∕cm.
This value includes both the scattering loss and the absorption
loss in the waveguide core and can be reduced by decreasing
the chromophore concentration in the host and by improving
the smoothness of the waveguide surface. The optical propa-
gation loss due to light penetration in the Si layer was also
calculated numerically using CAMFR. In the numerical model,
the waveguide core was separated by a SiO2 waveguide clad-
ding with various thicknesses from the absorptive Si layer.
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Fig. 1. Preparation steps of SOI/polymer waveguide: (a) A photore-
sist masking layer is applied on the SOI wafer. (b)–(d) The Si layer is
patterned using conventional lithography steps, thus yielding a trench
for further waveguide formation. (e) The SiO2 cladding layer is ob-
tained by thermal oxidation of Si for a fixed period of time to obtain
the required thickness of SiO2 [35]. (f) Afterward, a ridge waveguide
core is created in the formed trench by spin coating or blade casting of
EO polymer [36]. (g)–(i) Additional photolithography steps are ap-
plied in order to remove the polymer and SiO2 layers where (j) contact
metal electrodes will be applied. (k) The photoresist layer is removed
and, if necessary, (l) the EO polymer thickness is reduced via etching.
Step (l) is optional and could be applied in order to obtain a wave-
guide core with desired parameters.
Fig. 2. Optical propagation loss αp of a slab waveguide consisting of
DMABI + PSU 10 wt. % as the waveguide core and a SiO2 cladding
layer which is on an absorbing high refractive index Si substrate:
1, experimental result; 2, numerical result obtained by CAMFR; 3,
baseline corresponding only to the light propagation loss in the
waveguide.
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The light intensity in the core was then evaluated as the light
propagated in the core. In the simulation the refractive indices
of Si and SiO2 are set to nSi  3.9 and nSiO2  1.45, respec-
tively. Also for propagation loss measurement it was neces-
sary to define the extinction coefficient of Si, which was
set to kSi  0.006. It is worth noting that in the simulation
the light that has left the polymer core and penetrates the
Si layer is considered lost. Therefore, it is very important
to specify both of the parameters in the propagation loss
calculations. As can be seen from the experimental data of
the propagation loss (dots), a characteristic decrease is in
good correspondence with the numerical results obtained
by CAMFR (dashed line).
For low propagation loss in the etched Si waveguide
structures, it is desired to have smooth sides of the waveguide.
One of the great strengths of our proposed structure is
the fact that after Si etching and oxidation or waveguide
cladding growth, the boundaries of the waveguide are greatly
improved [41].
3. PROPOSED STRUCTURE OF HYBRID
SOI/POLYMER INTENSITY MODULATOR
As mentioned previously, our proposed preparation steps
could be used for building active waveguide components.
One such could be a MZI type hybrid SOI/polymer modulator,
which is shown in Fig. 3. It consists of buried oxide or SiO2
layers, Si elements, and the EO polymer layer. The proposed
waveguide structure possesses a very important advantage
over other suggested structures—it is expected to have a high
overlap between the optical mode and the electrical field in
the waveguide since the EO active waveguide core is very
close to the doped and the conducting Si layers which could
serve as electrodes. The proposed structure is simple to fab-
ricate using commonly known methods, applying the process-
ing steps which were illustrated in Fig. 1.
4. MODELING METHODS
To achieve an optimal optical performance of the above-
described device, it is preferable to have a single mode and
low birefringence conditions fulfilled in the waveguide
[42–45]. A low birefringence condition is essential for having
high efficiency light coupling into the device. If the effective
refractive indices are equal for the TE and TM polarized light it
should be possible to couple both polarizations simultane-
ously without losing any polarization component. Optical
mode calculations were performed using the Comsol Multi-
physics radio frequency (RF) module. Even though simpler
and faster methods such as the Marcatillis extended ap-
proach [46] or effective index method [47] for solving two-
dimensional (2D) waveguide problems can be used, the
numerical full-vectorial FEM method was chosen because it
gives more precise results. The polymer core should have a
higher refractive index than the SiO2 layer. To our knowledge,
refractive index values up to np  1.67 at 780 nm can be easily
achieved in an organic NLO active material such as a guest–
host DMABI + PSU. The refractive indices of Si and SiO2 are
nSi  3.9 and nSiO2  1.45, respectively. Since the Si is rela-
tively far from to EO polymer core, the neff of the waveguide
depends only slightly on the real and imaginary parts of the
refractive index of Si. We will use the effective refractive in-
dex neff for characterizing the optical propagation mode. For
finding the single mode and nonbirefringence conditions, only
geometrical parameters of the waveguide core will be varied.
It is usually assumed that, in order to have the single mode
condition, waveguides have to have a small cross section area.
Unfortunately, the smaller the waveguide, the higher the cou-
pling loss due to the mismatch of mode field and focal point
diameters. Experiments have suggested that for a ridge wave-
guide the actual cross section can be increased, at the same
time maintaining the single mode propagation condition
[48,49]. According to [50–52], such an occurrence can be ob-
tained by preserving a certain relation between the geometri-
cal parameters of the ridge waveguide. To realize a single
mode large cross section waveguide, the ridge waveguide
width Wp and height consisting of Hox, Hs, and Hp are fixed
through the following relation:
a
b
≤ u ·
1 − 0.05

v2 − 1
p

v2 − 1
p ; (1)
where
u  q 4πb
4πb
; (2)
v  q 4πb
q 4πrb ; (3)
a  Wp
2λ
; (4)
b  Hs Hox Hp
2λ
; (5)
r  Hp
Hp Hs Hox
: (6)
The parameter q for TE polarized light is expressed as
SiO2
Si
PolymerHp
Air
Hox
Hs
Wox Wp Wel
α
L
WelWp
(a)
(b)
Wox
Contact
electrode
Fig. 3. (a) Cross-section and (b) top view of the MZI SOI/polymer
waveguide intensity modulator: Wp, polymer waveguide width; Wel,
central Si electrode width; Hs, Si electrode height; Wox  Hox,
SiO2 cladding thickness; Hp, EO polymer thickness above the trench;
L, length of the MZI modulator arm.
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q  1
n2pol − 1
q  1
n2pol − n
2
SiO2
q ; (7)
and for TM polarized light as
q  1
n2pol

n2pol − 1
q  n2SiO2
n2pol

n2pol − n
2
SiO2
q : (8)
Equation (1) sets the waveguide width and height ratio de-
pending on the core and cladding refractive indices and on the
slab part height of the ridge Hp and the total ridge waveguide
height ratio r > 0.5. Such a condition restricts the propagation
of the second vertical mode in the waveguide and, therefore,
ensures single mode operation. The further numerical optical
mode calculations will be performed for ridges that fulfill the
requirements set by Eq. (1); thus the waveguides will operate
in a single mode propagation regime.
As mentioned previously, high bandwidth modulators oper-
ate in the travelling wave regime. This means that the optical
mode and the modulating signal, usually at the microwave
frequency, propagate at the same velocity, characterized by
the effective refractive indices neff and nmw, respectively.
The operating bandwidth of the travelling wave modulator
is determined by two factors: (1) optical and microwave field
velocity mismatch and (2) microwave propagation loss. Both
of them are included in the simplified optical response
equation for an impedance matched modulator [53]:
V πf 
Vπ0

 exp−ju sin uu
2; (9)
where
u  πf Lneff − nmw
c
− j
αf L
2
; (10)
and where L is the interaction length (see Fig. 3), c is the speed
of light in vacuum, f is the microwave frequency, α is the mi-
crowave attenuation constant, j is an imaginary unit, and Vπ is
the half-wave voltage of the modulator. In this work, the
modulator parameters will be adjusted in order for the refrac-
tive index neff and nmw difference in Eq. (10) to be around
zero. If the refractive index neff and nmw difference is set
to zero from Eq. (9), we find that the optical response equation
of the travelling wave modulator will be determined by the
microwave propagation loss.
To estimate the electrical parameters of the modulator,
quasi static–transverse electromagnetic (TEM) analysis was
used [54,55]. The quasi static–TEM analysis is a popular
method for characterization of microwave transmission lines
and has frequently been applied [56–61]. In this approach, the
electric field calculations are performed for a static case. Even
though it is a rough approximation since it does not include
the frequency dispersion and other parameters of the system,
it is a common, powerful, and efficient tool for most cases
[62]. The finite element calculations for finding the electric
field distribution were performed with the Comsol Multiphy-
sics AC/DC module. From the electrostatic field distribution
in the system it is possible to estimate the microwave effective
refractive index nmw and the characteristic impedance Z.
In these calculations, it is necessary to define the dielectric
parameters of the materials. The dielectric constants of Si,
SiO2, and EO polymer are set to be 11.7, 3.9, and 3.9, respec-
tively. These values are estimated for the gigahertz range; thus
the capacitances and characteristic impedances will also be
estimated in the respective frequency range.
So the first step toward the evaluation of the microwave
refractive index and characteristic impedance is to calculate
the electric field distribution E in the system. Afterward the
electric field intensity is integrated over the central electrode
using Eq. (11), and the charge value is obtained:
Q 
I
l
s⃗εεoE⃗dl; (11)
where s is the unit vector directed normal to the integration
path, εo and ε are respectively the vacuum and material per-
mittivity given above, and l is the contour path. Knowing the
charge value, the capacitance can be calculated by Eq. (12):
C  Q
V
; (12)
where Q is the charge per unit length of the electrode, and V is
the applied voltage difference.
The effective refractive index of the microwave nmw is cal-
culated from the ratio of capacitance C in case the electrodes
are surrounded by a dielectric medium (SiO2 and polymer)
and of Co in case the same electrodes are in vacuum. The
nmw is determined by Eq. (13):
nmw 

C
Co
s
; (13)
where C is capacitance per unit length of the SOI modulator,
and Co is capacitance per unit length of the SOI modulator if
the EO and SiO2 layers are replaced by vacuum. If the capaci-
tance of the system is known, it is also possible to estimate the
characteristic impedance Z using Eq. (14):
Z  1
c

CCo
p : (14)
It is important to know the characteristic impedance Z,
since the input, the output, and the active sections of the
modulator should be impedance-matched for the best device
performance.
In most cases, the quasi-TEM approach is extended for es-
timation of attenuation constant αmw, which characterizes the
microwave loss in the system and is calculated by the incre-
mental inductance formula [63–65]. It would be very tempting
to estimate the attenuation coefficient in our calculations in
such a way; however, it would not be entirely correct. This
approach can be used only for a metallic strip where the skin
depth of the layer is usually smaller than the strip thickness. In
the doped Si layer, the resistivity is several orders higher than
that of a metal. Thus the skin depth would be comparable to
the Si layer thickness. For EO modulator bandwidth estima-
tion we will use a microwave propagation loss parameter αmw,
which is measured and discussed elsewhere [66]. Unfortu-
nately, estimation of the modulator bandwidth is not a simple
task because the αmw is an unknown function of frequency
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and therefore cannot be introduced directly in Eq. (9). There-
fore, to estimate the bandwidth of the modulator a rough
approximation can be used, suggesting that
f 3 dB 

6.84
αmwL

2
; (15)
where L is the length of the MZI arm (see Fig. 3), αmw is the
attenuation coefficient in the form of decibels per unit length
normalized at 1 GHz, and 6.84 is an empirical constant. Equa-
tion (15) is an empirical equation used for estimation of f 3 dB
based on the microwave loss value at a 1 GHz frequency and
gives a decent approximation of the bandwidth of the modu-
lator [59,67]. Referring to the measurement results described
in [66] at 10 GHz, we would expect a 10 dB∕mm loss in Si with
resistivity of 10 Ω · cm.
An important parameter for characterization of the system
is the half-wave voltage Vπ of a push–pull MZI modulator [3],
which at modulation frequency f  f 3 dB can be estimated by
Eq. (16):
Vπ 
λWpη
2n3rΓL
; (16)
where λ is the light wavelength, Wp is the waveguide core
width, Γ is the overlap integral, n is the refractive index of
the waveguide core, r is the EO coefficient, and η is the ratio
between the voltage drop on polymer Vp and total applied
voltage V . The parameter η is defined by the cladding and core
thickness and the dielectric constant ratio. The overlap inte-
gral Γ value is estimated from the results obtained numerically
by Eq. (17) [20,68]:
Γ 
R
core E
2
optEeldSR
all E
2
optEeldS
; (17)
where Eopt and Eel are the amplitudes of the optical field and
modulus of the electrical field, respectively.
Optical waveguide devices require having bent and split
waveguides. Since in the suggested MZI structure there are
only wide angle bends, in the modeling of optical properties
of the device we will only account for the optical loss caused
by waveguide splitting. The MZI arm splitting angle α is shown
in Fig. 3. To estimate the light power loss due to waveguide
splitting, numerical simulations with the Comsol RF module
were performed. The obtained results will suggest the optimal
MZI modulator splitting angle α range.
5. RESULTS
A. Effective Index Matching
During the design and optimization of a travelling wave EO
modulator it is necessary to consider the optical group veloc-
ity, which is a function of optical phase velocity characterized
by effective optical refractive index neff and the dispersion at
the corresponding wavelength. The dispersion may arise from
two factors. The first factor is the dispersion in the material,
and the second is dispersion due to waveguiding conditions
which are wavelength dependent. In the case where large area
single mode waveguides are used and the waveguide core has
low dispersion, the overall dispersion can be neglected, and
the group velocity is equal to phase velocity. Therefore, in
our case we consider optimization of effective optical refrac-
tive index neff . For this task we will vary the geometrical
parameters of the core at fixed core and cladding refractive
indices. From Fig. 3 it can be seen that the geometry variables
of the waveguide core are the polymer thickness above the
trench Hp, trench width Wp, trench depth determined by Si
layer thickness Hs, and oxide thickness Hox. The Hox is kept
constant at 0.7 μm, which as shown previously is sufficient for
the optical mode not to penetrate into the Si layer during the
propagation. It is not an easy task to find the parameters for
matching the effective refractive indices, because the micro-
wave effective refractive index nmw depends on the same
geometrical variables as neff . An exception is the central elec-
trode width which affects only nmw.
Since we will use large cross section waveguides that will
operate in a single mode propagation regime it is expected
that the effective optical refractive index neff will be close
to the refractive index of the core, which is 1.67. The optical
mode calculations show that by changing the trench widthWp
from 1.5 to 6 μm, the effective refractive index varies in the
range from 1.65 to 1.66. The calculated values of TE and
TM polarized light effective refractive indices and the corre-
sponding effective mode index differences (birefringence) are
shown in Fig. 4. These results indicate that we will not be able
to vary the effective optical refractive index neff greatly; thus
the refractive index matching should be mainly performed by
adjusting the nmw. Also, we were not able to reduce birefrin-
gence to zero by adjusting the geometrical parameters. It
seems that due to geometrical asymmetry of the waveguide
core there will always be a nonzero birefringence. However,
the effective index difference of the two polarization modes
can be reduced to a value less than 10−3, suggesting
that the light coupling loss due birefringence could be
insignificant.
The refractive index matching requires the microwave
effective refractive index nmw to be the same as the optical
effective refractive index neff . Using the formalism described
above, we calculated the nmw at various geometrical param-
eters of the modulator structure. In Fig. 5 the nmw and imped-
ance as a function of the slab thickness Hp above the trench
calculated at various Si electrode heights Hs is shown.
Fig. 4. Calculated values of TE and TM polarized light effective
refractive indices neff and the corresponding effective mode index dif-
ference as a function of waveguide widthWp: 1 (primary axis), neff for
TE polarized light; 2 (primary axis), neff for TM polarized light; 3
(secondary axis), birefringence. Other parameters are kept constant:
Hox  0.7 μm, Hs  0.4 μm, Hp  1.1 μm.
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The data points correspond to geometrical parameters for
which the ratio r > 0.5. As can be seen from Fig. 5, an increase
in the slab thickness Hp and the central electrode height Hs
gives rise to nmw but lowers the impedance Z of the device.
Similarly, we estimated the influence of central Si electrode
width Wel and the rib width Wp on nmw and Z. From Fig. 6
it can be seen that if the central Si electrode width and the
ridge width are increased, nmw decreases. The results from
Fig. 5 and Fig. 6 show that the microwave can propagate faster
if the bulk size of the electrode is increased. It also tells us that
nmw and Z cannot be simultaneously adjusted by optimization
of the slab and the electrode height—we would not be able to
increase or decrease both at the same time, because the incre-
mental derivative of these values have opposite signs.
For a maximal optical bandwidth, the velocity of micro-
wave and optical wave must be matched according to
Eq. (9). As suggested by the results displayed in Fig. 6, it is
possible to match neff and nmw at a specific combination of
the geometrical parameters of the device.
We chose to fix specific variables at the values of Hp, Hs,
and Hox and to find the central Si electrode width Wel and the
respective rib width Wp relation for which the difference be-
tween neff and nmw is zero. The oxide layer thickness Hox is
set to 0.7 μm, which is required for minimal outcoupling loss
(see Fig. 2). We also set Hp  1.1 μm and Hs  0.4 μm since
at these values nmw is expected to be below the 1.67 (see
Fig. 6), which is the maximal possible neff . The obtained re-
sults are displayed in Fig. 7. The red line indicates the central
Si electrode width Wel value at which the refractive indices
neff and nmw are matched for the respective rib width Wp.
For example, if the rib width Wp is set to be 5 μm, for the re-
fractive indices neff and nmw to be matched the Si electrode
must be 84 μmwide. This gives the impedance Z value of 92Ω.
For a broadband device, the impedances between the high fre-
quency signal generator (usually having impedance value of
50 Ω) and the device must be matched [23,53]. The obtained
value of 92 Ω is quite far from the desired 50 Ω. One way of
slightly reducing the impedance Z is to increase the central
electrode width Wel. However, from the obtained results
we can suggest that it will be impossible to reduce the imped-
ance Z down to 50 Ω.
B. Microwave Propagation Loss
In an EOmodulator the microwave propagation loss is usually
the bandwidth limiting factor. In this section we will provide a
rough estimate of microwave propagation loss in Si electro-
des. Unfortunately, application of Si materials as electrodes
in high speed EO devices has not yet been discussed. How-
ever, there is a paper that present Si microwave transmission
coefficient measurements in the gigahertz range [66]. The
gigahertz wave absorption arises from the free carriers that
appear in the Si during the doping. By increasing the carrier
density, the absorption is enhanced according to the Drude
model [69]. As mentioned above for our rough approximation
we assume that at 10 GHz, we would expect a 10 dB∕mm loss
in Si with resistivity of 10 Ω · cm. Then the estimated αmw in
Eq. (15) is ∼10 dB∕GHz · cm. We will use this value to evalu-
ate the overall performance of an optimized hybrid SOI/
polymer EO modulator structure.
C. Optical Propagation Loss
The optical loss in the waveguide modulator is an important
parameter for the characterization of the device performance.
Fig. 5. Effective microwave refractive index nmw (a, primary axis)
and impedance Z (b, secondary axis) as a function of slab height
Hp at various Si electrode heights Hs:1, Hs  0.3 μm; 2,
Hs  0.5 μm; 3, Hs  0.7 μm; 4, Hs  0.9 μm. Other parameters are
kept constant: Hp  2 μm, Hel  70 μm, Hox  0.7 μm.
Fig. 6. Effective microwave refractive index nmw (a, primary axis)
and impedance Z (b, secondary axis) as a function of central Si elec-
trode width Wel at various rib widths Wp:1, Wp  4.5 μm; 2,
Wp  5 μm; 3, Wp  5.5 μm; 4, Wp  6 μm. Other parameters are
kept constant: Hp  1.1 μm, Hs  0.4 μm, Hox  0.7 μm.
Fig. 7. Central Si electrode widthWel as a function of rib widthWp at
which refractive indices are matched. Other parameters are kept
constant: Hp  1.1 μm, Hs  0.4 μm, Hox  0.7 μm.
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The optical loss in the suggested structure will mainly depend
on the light absorption coefficients of the waveguide material,
the magnitude of the scattering at the boundary of the wave-
guide core interface, the light outcoupling from the core with
further absorption in the Si layer, and the light coupling effi-
ciency in the MZI arms, henceforth the output to input power
ratio Pout∕Pin. The ratio Pout∕Pin is the light power coupled in
the arms of the MZI versus the light intensity before the actual
waveguide splitting. It is desired to couple as much light into
the MZI arms as possible. The ratio Pout∕Pin will depend on the
waveguide core and the cladding refractive index difference
and on the splitting angle. The splitting angle will not only
determine the light power coupled into theMZI arms but also
the device size. Lower splitting angles will require the modu-
lator to be longer to achieve the optimal electrode width. It is
therefore important to choose a splitting angle that will satisfy
both the length and the loss requirements.
In Fig. 8 one could find the 2D numerically simulated output
to input power ratio Pout∕Pin as a function of splitting angle α.
In the simulation, the waveguide core refractive index np is set
to 1.67, and the cladding is SiO2 with a refractive index of nSiO2
equal to 1.45. As can be seen for lower optical loss during light
coupling into the MZI arms, a significant decrease in output to
input power ratio Pout∕Pin takes place if the splitting angle α is
higher than 10°. Thus it is suggested to choose α < 10°.
D. Overall Performance Evaluation
Taking into account the simulation and experimental results
we can estimate the parameters of the optimized structure of
the proposed hybrid SOI/polymer (np  1.67) EO modulator
for operation at 780 nm.
The geometrical parameters of the optical waveguide that
would operate at a single mode propagation regime and would
be almost nonbirefringent are as follows: Hp  1.1 μm,
Hs  0.4 μm,Hox  0.7 μm, andWp  5.5. These values were
obtained during effective refractive index neff and nmw match-
ing. If the central Si electrode widthWel is chosen to be 84 μm,
then the effective microwave and optical indices would be
equal: nmw  neff  1.658. For the minimal optical loss in
the modulator, the MZI arms should split in a <10° angle,
and the SiO2 layer should be Hox  0.7 μm thick. Using
Eq. (17) the calculated overlap integral Γ for this system is
found to be 0.96. The overlap integral Γ is almost 1 due to
the fact that the optical mode almost does not penetrate into
the cladding. One of the main parameters for EO modulator
characterization is the half-wave voltage interaction length
VπL. If the polymer EO coefficient r33 is equal to
100 pm∕V, then the VπL estimate in Eq. (16) of our proposed
EO modulator at frequency f  f 3 dB would be around 1.56 V ·
cm for TE polarized light. Due to material internal symmetry
the modulation of theTE mode would be higher than for the
TM mode due to different effective EO coefficients. The
modulation voltage for TE polarized light would be deter-
mined by r33 and for the TM polarized light by r13, which is
usually smaller than r33 by a factor of three. For bandwidth
estimation we use Eq. (15). We assume that a commercially
available highly doped Si with a rather low resistivity of 10 Ω ·
cm is used as an electrode for the intensity modulator. ASi
electrode with such parameters results in the microwave
propagation loss αmw of ∼10 dB∕cm at 1 GHz (see Sec-
tion 5.B). If the total length of the modulator is presumed
to be 0.5 cm, then, at the mentioned modulator parameters,
the f 3 dB value would theoretically be around 1.9 GHz and
the half-wave voltage Vπ  2.12 V. The two most important
parameters that have a crucial effect on the modulator band-
width are the length of the modulator and the microwave
propagation loss in the Si. In the case where the modulator
length is increased to 1 cm, the f 3 dB value would drop down
to around 0.5 GHz and the half-wave voltage Vπ to 1.56 V.
For optical modulation, it would also be possible to use the
metallic strips that are on the Si. This could enable high speed
operation of the modulator for an optimized structure [70,71].
However, optimization of such a design is not the aim of
this work.
6. CONCLUSIONS
We have proposed a design for a new type of hybrid SOI/poly-
mer waveguide EO modulator that could operate both in the
visible and the IR wavelength range. By optimizing the trav-
elling wave modulator structure parameters using a rough
modulator bandwidth estimation model, we have shown that
it is theoretically possible to achieve a half-wave voltage inter-
action length of 1.56 V · cm and a bandwidth of 1.9 GHz for an
MZI modulator with 0.5 cm long arms and an EO coefficient
of 100 pm∕V. The advantages of the proposed modulator
structure that should be emphasized are the simplicity of
preparation, low drive voltages values, and expected low light
propagation loss.
Unfortunately, such a design also possesses an important
drawback. The operational bandwidth of the MZI type EO
modulator on a SOI platform would not exceed a couple of
gigahertz. Thus we doubt that it could be used for an ultrahigh
speed light modulation. Despite this we believe that such an
active waveguide structure and preparation technology could
find application in making light switches, array waveguides
for dense wavelength division multiplexing, and other electro-
optical devices.
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The results of electro-optic coefﬁcient measurements per-
formed with three commonly applied techniques used to assess
electro-optic coefﬁcients: the Mach–Zehnder, the Teng–Man,
and the attenuated total reﬂectance technique are reported. It is
shown that the signal obtained by the Mach–Zehnder and
Teng–Man techniques is strongly inﬂuenced by the multiple
internal reﬂection and piezo- and electrostrictive thickness
change effects, which in our opinion have not been addressed
sufﬁciently in the literature. A novel approach based on using
Abeles matrix formalism is implemented for the retrieval
of electro-optic coefﬁcients from experimental data. The
measurement results, errors, and comparison of the obtained
electro-optic coefﬁcient values with the ones expected from the
second harmonic generation measurements are discussed. It is
demonstrated that, by applying incidence angle scan measure-
ments in Teng–Man technique, an analytic approximation
that ignores multiple internal reﬂection and thickness change
effects can provide an electro-optic coefﬁcient estimate within
the precision of 2%. This value is much less than the error
caused by the thickness change effect that may appear in the
attenuated total reﬂectance technique which inherently has low
sensitivity to the thickness modulation effects in the sample.
 2015 WILEYVCH Verlag GmbH & Co. KGaA, Weinheim
1 Introduction In the last decades nonlinear optical
(NLO) materials have been developed, extensively studied,
and applied in the industry more and more often. New low-
cost materials with enhanced second order properties could
be used in various electro-optic (EO) devices such as
switches, modulators, tunable ﬁlters. In particular an
impressive effort has lately been devoted towards the
research of organic NLO materials [1]. They are especially
interesting due to their low cost, low dielectric constants,
high non-linearity, and other advantageous properties [2,
3]. The nonlinearity of the organic material can be
characterized by means of EO coefﬁcients. Multiple
measurement techniques have been developed and applied
for the measurement of EO coefﬁcients [4–7], however, the
most widely used are the Fabry–Perot [8–10], the
transmission polarimetric [11–13], the Mach–Zehnder
interferometric (MZI) [14–16], the Teng–Man (TM) [17,
18] and the attenuated total reﬂectance (ATR) technique
[19, 20]. All these methods are typically realized by
detection of low amplitude EO modulations of the material
subjected to a varying electric (AC) ﬁeld at a frequency of
several kHz. The fact that no single technique has been
established as the standard for the determination of thin
ﬁlm EO coefﬁcients clearly indicates that not all of the
measurements, nor the respective data interpretation are
straightforward. Several effects such as the multiple
internal reﬂection (MR) effect [18, 21], the piezo- and
electrostrictive thickness change (TC) effects [4, 22–24],
and the modulated absorption effect [25] that impede the
accurate measurement of EO coefﬁcients have been
recognized and reported earlier. The inﬂuence of each of
the mentioned disturbing effects on the value being
measured depends greatly on the technique and the
material properties. In some cases the disturbing effects,
such as TC of the sample, can cause a severe over-
estimation of the EO coefﬁcients [26].
In this contribution we review and demonstrate the
experimentally retrieved EO coefﬁcients in the low
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absorbing region of thin ﬁlms obtained by the three of the
mentioned techniques: MZI, TM, and ATR. These
techniques use different phenomena to capture the same
effect: refractive index change. The MZI is a two beam
interferometric technique, in which the refractive index
change causes light phase variations in one of the beams
thus resulting in an intensity modulation at the output. In the
TM method, the EO effect in the sample causes the light
polarization modulations, which are transferred to light
intensity modulations by an appropriate alignment of a
polarizer and an analyzer. We have recognized that the
signal obtained by MZI and TM techniques is strongly
inﬂuenced by the MR and TC effects in the thin ﬁlm, which
would have been difﬁcult to implement in an analytic
description for the calculation of EO coefﬁcients from an
experiment. To avoid these difﬁculties we apply an effective
numeric approximation of the data based on Abeles matrix
formalism. Such approach enabled us to calculate the EO
coefﬁcients r13 and r33 from the experimental data. In the
ATR method, the thin ﬁlm optical waveguiding properties
are exploited [20]. This is a very sensitive technique, in
which the refractive index modulations are measured by
variations in light coupling conditions. Also in the ATR
measured signal the contribution from the TC effect was
observed. The obtained EO coefﬁcients have been compared
to the NLO coefﬁcients measured by the Maker fringe
technique.
In the ﬁrst sections of the paper, the basic theory of EO
effect and the Abeles matrix formalism is provided. Then
we discuss the sample design and considerations, as well as
the MZI, TM, and ATR techniques separately, including
the mathematical apparatus for the description of EO
coefﬁcient determination from the measured signals. We
continue by demonstrating and discussing the measure-
ment results and errors, as well as provide some
conclusions that highlight the advantages and drawbacks
of each method.
2 Shortly on EO effect The EO coefﬁcient tensor rijk
characterizes the ability of a material to change its refractive
index n when an external electric ﬁeld Ek is applied
1
Dn2
 
ij
¼
X
k
rijkEk ð1Þ
Due to the Kleinman symmetry, the tensor rijk with 27
elements can be substituted by rhkwhich is a 3 6 tensor for
characterization of the effective EO response of the material
after application of an electric ﬁeld. An external electric
ﬁeld poled polymer possesses a C1V point group symmetry,
the effective EO coefﬁcient ref therefore is only determined
by two independent coefﬁcients: r13 and r33. A simple
isotropic model approximation of the order parameter in the
poled polymer materials yields that for weakly poled ﬁlms
the r33/r13 ratio should be within the range of 1–3 [27].
However, deviations from this model have been registered
experimentally, suggesting that this ratio could be up to the
value of six [11, 28].
From Eq. (1) the effective EO coefﬁcient ref for a poled
polymer ﬁlm can be expressed by two independent tensor
elements r13 and r33. For the s-polarized light the ref can be
written as [22]
ref ¼ r13; ð2Þ
and for the p-polarized light
ref ¼ r13cos2up þ r33sin2up; ð3Þ
where r13 and r33 are the EO coefﬁcients, and up is the
internal angle of the refracted beam in the EO active layer
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and can be determined by Snell’s law if the refractive index
of the EO layer nEO is known.
3 Abeles matrix formalism for TM and MZI
methods The application of TM and MZI methods for
evaluation of the EO coefﬁcient of the poled polymer ﬁlm
require a clear understanding of light intensity and phase
variations caused by the sample after an AC ﬁeld is applied.
In most cases the samples are formed as a multilayer
structure comprising electrode layers, an EO active layer
and sometimes also a low conducting buffer layer such as air
or an insulating polymer. Unfortunately, it is not a
straightforward task to estimate the phase and intensity
changes in the reﬂected or transmitted beams caused by the
EO, piezo-, and electrostrictive TC and MR effects. We
suggest using a numerical approach based on the Abeles
matrix formalism for the description of the intensity and the
phase of the transmitted or the reﬂected beams.
The Abeles matrix formalism is a simple, but a very
powerful tool for optical characterization of multilayer ﬁlms
[29, 30] or even waveguide modes [31, 32]. The authors
have previously reported the results of EO measurements
where we employed the numerical approach based on
Abeles matrix formalism for approximation of experimental
values obtained by the MZI method [26]. In this approach,
the Abeles matrix formalism has been used for estimating
the transmittance T, reﬂectance R of the sample as well as
the reﬂected and transmitted light phase c and w,
respectively, taking into account the MR and TC effect.
The same approach has been used for characterization of the
data obtained by TM method and is described in this paper.
Such a numerical approach is quite simple to handle and can
be used for describing various effects, such as electro-
absorption in the thin ﬁlm.
4 Multilayer samples The polymer thin ﬁlm, a
host-guest PMMAþDMABI 10wt% (for the detailed
molecular structure see reference [33]), used in this
investigation, was spin-coated from a chloroform solution
onto a standard 1 inch square indium-tin-oxide (ITO)
covered glass slide (SPI Supplies, ITO sheet resistivity 70–
100V). Typical thickness of the polymer thin ﬁlms varied
from 1.5 to 2.2mm, but the refractive index was 1.54 at
632 nm and the absorption maximum was at 490 nm. To
obtain a non-centrosymmetric order in the polymer ﬁlms
the samples were poled using a computer controlled corona
triode device [26, 34]. The m-line method was used to
conﬁrm that the material had not obtained a signiﬁcant
birefringence during the poling suggesting only a weak
poling of the ﬁlms.
The MZI technique requires the top electrode to be both
conductive and semi-transparent. An aluminum (Al) layer
on the top of the polymer ﬁlm was sputtered. The schematic
structure of the sample is shown in Fig. 1.
If an AC electrical ﬁeld is applied to the electrodes of the
sample, the transmission T, reﬂection R, the reﬂected light
phase c, and the transmitted light phase w are modulated.
The T, R, c, and w are deﬁned by many sample and
acquisition constants and variables, such as the complex
refractive index N of the layers, the light polarization, the
effective EO coefﬁcient ref, the thickness of the layers, and
the thickness change after the electric ﬁeld is applied, the
modulation voltage V and the light incidence angle uo on the
sample.
5 MZI measurements The MZI is a two beam
interferometric setup. The high sensitivity to optical path
length variations in the arms of the interferometer makes it
one of the most widely used optical devices in physics today.
In the early work by Sigelle [14] and Singer [15] it was
demonstrated that the MZI setup can be used for measuring
EO coefﬁcients of bulk crystals and thin ﬁlms. Usually, the
thin ﬁlm under investigation introduces MR effects which
have to be taken into account in the interpretation of the
measured modulation values. This complicates the seem-
ingly simple technique. Firstly, the data analysis requires
cumbersome analytical [21] or numerical approaches [26]
that have to be introduced for determination of the EO
coefﬁcients from the measured signal. Secondly, the
experimental execution becomes time-consuming because
angular scans with s- and p-polarized light incident on the
sample are required [21, 26, 35]. Additionally, a noticeable
error can be caused by the piezo- and electrostrictive TC
effects in the sample [14, 22, 24]. In our opinion, the TC
effect has not been addressed sufﬁciently considering the
complex analytical solutions required for the complete data
analysis. We demonstrate a numerical approach for the
analysis of the experimental data obtained in an MZI
measurement. The numerical approach is based on the
Abeles matrix formalism that allows a simultaneous account
for both the MR and the TC effect.
For the measurements, we have implemented an MZI
setup shown in Fig. 2. The light intensity modulation IAC
(recovered AC signal), as well as the overall MZI output
light intensity IDC (recovered DC signal) (see Fig. 3) were
measured with a lock-in ampliﬁer and recorded by a
computer. For adjusting the interference contrast, which is
the difference between the maxima max(IDC) and the
minima min(IDC) in the DC signal, a variable attenuator was
placed in the reference arm.
Figure 1 The polymer sample for MZI and TM measurements:
1 Al layer sputtered in two steps, 2 PMMAþDMABI 10wt%
polymer, 3 ITO coated glass, uo light incidence angle.
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For determination of both EO coefﬁcients r13 and r33,
the AC signal measurements at various phase shift points
should be collected. Moreover, such measurements should
be done with an s- and a p-polarized light and at various
incidence angles uo. The modulation frequency was set to
10 kHz in order to avoid mechanical resonances of the
sample and reduce the contribution from the piezo-electric
effect in the measured signal [24].
In Fig. 3, we have shown the results of measured DC
(IDC) and AC (IAC) signals as a function of phase difference
wo between the reference beam I1 and the sample beam I2. It
is usually expected the phase difference Dw between the AC
and the DC signal maxima to be p/2 or 3p/2. This is due to a
simple assumption that the highest modulation efﬁciency
(highest AC signal amplitude) should be proportional to the
derivative of the DC signal. Unfortunately, the multiple
internal reﬂection and the thickness change effects can cause
variation of Dw around the mentioned p/2 [21, 26].
Nevertheless, for the registered AC and DC, the approx-
imation simple sine ﬁts can be used in the form
IDC ¼ ADCsin woð Þ þ BDC; ð4Þ
IAC ¼ jAACsin wo þ Dwð Þ þ BACj; ð5Þ
where wo is the phase difference between the sample and the
reference beams, AAC and ADC are the amplitudes of sine
ﬁts, BDC is the offset of the DC signal sine ﬁt, and the BAC is
the offset created by electrical cross-talk. The modulus in
Eq. (5) is used due to the fact that the signal obtained in the
lock-in ampliﬁer is always positive. As it will be shown
later, for data approximation and retrieval of real part of EO
coefﬁcients using MZI and TM techniques, it is sufﬁcient to
use only the ratio of AAC and ADC in the form
m ¼ AAC
ADC
: ð6Þ
To facilitate the further reading, the variable m will be
referred to as the “AC and DC amplitude ratio” keeping in
mind that it is actually the amplitudes of the sine ﬁts of IAC
and IDC signals obtained from the phase shift wo scan in the
MZI method.
The experimental results displayed in Fig. 3 can also be
simulated numerically. For this the MZI interference
formula employing the light phase and Fresnel coefﬁcients
obtained by the Abeles matrix formalism can be used. The
light intensity at the MZI output can be written as
IMZI ¼ 12 I1 þ jtj
2I2 þ 2
ﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃ
I1I2jtj2
q
cos wi þ woð Þ
 
;
ð7Þ
where I1 and I2 are the reference and sample beam intensity
after the ﬁrst beam splitter, t the transmission amplitude of
the sample, wi is the additional phase difference caused by
the sample. In this approach a numerical ﬁt of the
experimental data is performed via simulating the experi-
ment numerically. The intensity and the phase values in Eq.
(7) can be obtained numerically by Abeles matrix formalism
[26]. During the experimental data ﬁt the EO coefﬁcients of
the thin ﬁlm were set as adjustable variables. All data were
processed using a MatLab code.
Before the approximation of the experimental data, we
had performed simulations of the AC and DC signal ratio
dependence on the incidence angle. The normalized AC and
DC signal ratio m as a function of incidence angle at various
EO active thin ﬁlm thicknesses is shown in Fig. 4.
In case there were no MR and TC effects in the sample a
simple analytic approximation could be used [15]. In this
Figure 2 A schematic illustration of the MZI setup that is used for
determination of EO coefﬁcients of thin organic ﬁlms. He–Ne is
the helium neon laser 632.8 nm, l/2 the half-wave plate, BS the
beam splitter, M1, M2 mirrors, VA variable attenuator, PS phase
shifter (Thorlabs EO-PM-NR-C1), S sample, PD a large area Si
photodiode, LI lock-in ampliﬁer (Stanford Research Systems
SR830), A ampliﬁer (Trek PZD350), PC computer, uo incidence
angle.
Figure 3 Typical EO measurement performed with MZI
technique: (1) IDC signal experimental data, (2) IDC signal sine
ﬁt, (3) IAC signal experimental data, (4) IAC signal sine modulus ﬁt,
Dw AC and DC signal maxima phase difference. The IAC
experimental data have an additional offset value in the signal due
to cross-talk from the sample drive signal.
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approximation it is assumed that the amplitude m is
proportional to the effective EO coefﬁcient ref from Eqs. (2)
and (3). This analytic approximation is indicated by the lines
As and Ap for the s- and the p-polarized light, respectively.
To account for the MR and the TC effect, the EO caused
intensity modulations are solved numerically using the
formalism described above. The lines indicate the numerical
solution for the AC and DC signal ratio as a function of
incidence angle for 1.4, 1.6, and 1.8mm thick ﬁlms with
refractive index of nEO¼ 1.54. It can be noticed that the
multiple internal reﬂections is one of the effects that affects
the line shape of the AC and DC signal ratio function. In
terms of the experimental data approximation, it should be
possible to obtain a higher precision of the measured EO
signal approximation if the MR effects were introduced into
the model.
In Fig. 5, the normalized AC and DC signal ratio as a
function of incidence angle at various EO active thin ﬁlm
thickness modulations is shown. The m value as a function
of an incidence angle for the case of a purely EO effect
caused EOmodulations are indicated with 0 s and 0 p for the
s- and the p-polarized light, respectively. The refractive
index change can be written as
Dn ¼  1
2
n3refE; ð8Þ
thus the optical path length change due to the EO effect in
the sample is negative. Another effect that should be
considered during the interpretation of the experimental data
is the TC effect in the sample. In case the TC effect is
included, it should be possible to observe either an increase,
or a decrease of the thickness of the sample upon the
application of an electric ﬁeld. If the thickness of the ﬁlm
decreases, the optical path length in the sample also
decreases causing the EO and the TC effects to “add up.”
The measured AC and DC signal ratio m is indicated by
curves 1 s, 1 p and 2 s, 2 p in Fig. 5 for the cases where
(n Dl)/(l Dn)¼ 1 and (n Dl)/(l Dn)¼ 2, respectively. As
can be noticed, the measured m value is increased in
comparison to the values obtained if only EO modulations
take place. If such data are analyzed and if the thickness
modulation effects are not considered, the EO coefﬁcient
value can be overestimated. It may also be that the thickness
of the ﬁlm increases after the electric ﬁeld is applied.
Following the same considerations as above, in such case
the EO coefﬁcient value could be underestimated if the TC
effect is not taken into account. Therefore, additional
experiments for estimating the TC should be performed
before the interpretation of the EO measured data. It is
important to determine not only the amplitude of the TC, but
also the sign of the TC effect. For measuring the thickness
modulations in our experiments, we used an MZI operating
in the reﬂection conﬁguration [26]. In such setup the mirror
M1 (see Fig. 2) is replaced by a sample with a reﬂecting Al
layer facing the beam. The characteristic thickness
modulation amplitude was taken into account for the
determination of EO coefﬁcients using the TM, MZI, and
ATR techniques.
An experimental observation of the AC and DC signal
ratiom variations as a function of incidence angle usingMZI
setup is shown in Fig. 6. The measurement was performed
for a 1.6mm thick PMMAþDMABI 10wt% polymer ﬁlm.
To estimate the EO coefﬁcient, we ﬁrst measured the
thickness modulation amplitude. Using theMZI in reﬂection
setup, the thickness change was estimated to be around
Figure 4 Normalized AC and DC signal ratio as a function of
incidence angle at various EO active thin ﬁlm thicknesses (s and p
indicate the incident light polarization) corresponding to the
refractive index change of Dn and r33/r13 ratio of 3: A – simple
analytic solution using (2), (3), and (8); 1.4, 1.6, 1.8 – numeric
solution with includedMR for 1.4, 1.6, and 1.8mm thick ﬁlms with
refractive index nEO¼ 1.54.
Figure 5 The calculated normalized AC and DC signal ratio m as
a function of incidence angle at various EO active thin ﬁlm
thickness modulations. The s and p indicate the incident light
polarization. Them value is calculated for a 1.6mm thick ﬁlm with
refractive index nEO¼ 1.54, refractive index change of Dn and
r33/r13 ratio of 3. “0” is the numeric solution with no thickness
modulations, only with EOmodulationsDn. “1”, “1”, and “2” are
the numeric solution for simultaneous EO modulations and
thickness modulations Dl for cases when (n Dl)/(l Dn)¼1,
(n Dl)/(l Dn)¼ 1, and (n Dl)/(l Dn)¼ 2, respectively.
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0.25 pm/V. It is important to note that in our case the
thickness of the ﬁlm increased, meaning that the thickness
and refractive index variations would operate conversely –
one effect would decrease the optical propagation length,
while the other would increase it. Then using the MatLab ﬁt
to functions based on the Abeles matrix formalism from the
data displayed in Fig. 6, we calculated the EO coefﬁcients to
be r13¼ 0.042 pm/V and r33¼ 0.128 pm/V, respectively. As
it is evident from Fig. 6, more than 20 data points were
required to determine the EO coefﬁcient. Each of the points
in the graph is obtained from a scan over phase as shown in
Fig. 3. Clearly, such experimental and data processing effort
for a correct determination of EO coefﬁcients causes the
method to be quite time-consuming.
6 TM measurements The TM technique was inde-
pendently introduced by Teng and Man [17] and by
Schildkraut [18] and has been extensively used ever since.
In the TM setup, phase variation between the orthogonally
polarized components of the beam, caused by the EO effect,
is registered. Similarly as in the MZI technique, multiple
internal reﬂection effects should be taken into account for
correct interpretation of the measured values [18, 36].
Profound analysis of the inﬂuence of MR effects on the TM
measurements can be found in the recent work by Park [25].
However, the effect of TC on TMmeasurement has not been
addressed in literature. Most of the authors assume weak or
no piezoelectric contributions [7, 25]. As will be shown
later, the TC may inﬂuence the results signiﬁcantly in case
they are comparable with the EO modulations. We have
implemented a numerical approach based on the Abeles
matrix formalism, which allows one to account for multiple
internal reﬂection and TC effects simultaneously in the
measurement performed by TM technique.
The TM setup was implemented as shown in Fig. 7. In
this method, an incident polarized beam travels through a
glass substrate, an ITO semitransparent electrode, and a
polymer ﬁlm, then the beam is reﬂected from an Al-coated
reﬂecting layer and passes the above mentioned layers in
reverse order. Due to travelling through the multiple layers,
including the EO layer, the beam experiences phase
retardation, which is different for the s- and for the p-
polarized light. The EO effect is measured by estimating the
phase shift difference of the reﬂected s- and p-polarized
waves after the modulating electric ﬁeld is applied across
the sample. For such measurement, a Soleil–Babinet
Compensator (SBC) is required. It introduces a controllable
phase shift of the s- and the p-polarized light waves and
allows a phase shift scan.
In contrast to the MZI method, the measured signal with
the TMmethod is less sensitive to the mechanical vibrations
of the optical components. This means that each data point
could be obtained in less time, because the integration times
at each measurement point can be signiﬁcantly shortened. A
typical EO measurement performed with the TM technique
is shown in Fig. 8. Similarly as in the data measured by the
MZI technique, the TM EO modulation experiments
Figure 6 Measurement by MZI setup and data approximation of
AC and DC signal ratio m as a function of incidence angle: (1, 2)
AC and DC signal ratio measured s- and p-polarized light,
respectively; (2, 4) MatLab ﬁt to functions based on Abeles matrix
formalism for s- and p-polarized light, respectively. The calculated
EO coefﬁcients are r13¼ 0.042 pm/V and r33¼ 0.128 pm/V.
Figure 7 TM setup for determination of EO coefﬁcients of a thin
organic ﬁlm. He–Ne helium neon laser 632.8 nm,VA variable
attenuator, P polarizer, S sample, SBC Soleil–Babinet compensa-
tor, An analyzer, Sl slit, PD photodiode, LI lock-in ampliﬁer, A
ampliﬁer, PC computer, uo incidence angle.
Figure 8 Typical EO measurement performed with TM
technique: (1) IDC signal experimental data, (2) IDC signal sine-
squared ﬁt, (3) IAC signal experimental data, (4) IAC signal sine-
squared ﬁt, Dc AC and DC signal maxima phase difference.
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conﬁrmed that the highest modulation amplitude is not at the
steepest slopes of the DC curve. This is again mainly due to
MR and TM effects in the sample. The output DC signal in
the TM method can be described using the following
equation:
ITM ¼ Io4 jrsj þ jrpj
 
þ Iojrsjjrpjsin2
cs  cp þ co
2
 
; ð9Þ
where Io is the intensity of the incident beam and co is the
phase difference of the s- and the p-polarized beams set by
the SBC. As shown by Levy [36], for the determination of
the EO coefﬁcient, it is necessary to record incidence angle
dependence of the AC signal value at bias points of the ITM
function (9). The bias points correspond to the phase
difference co¼ 0, p/2, p, and 3p/2. This means that
recording and approximation of four incidence-angle-
dependent AC signal data-points is necessary for the
retrieval of the real and the complex EO coefﬁcient values.
We will demonstrate that for data approximation in case of
the TM techniques and for determination of EO coefﬁcients,
similarly as in theMZI method, it is sufﬁcient to use only the
ratio m (see Eq. (6). The m value should be measured over a
range of incidence angles uo.
For approximation of the measured data, we use the
same approach as in MZI method discussed in the previous
section. Firstly, the AC and DC signal ratio m (6) is
measured at various incidence angles uo. Then, using a
Matlab code, the experiment is simulated numerically by
using the relation for calculating the DC values from Eq. (9).
It is done in the following way. By varying the parameters of
the EO thin ﬁlm a numerical derivative of ITM in Eq. (9) as a
function of co is obtained. This value which is obtained
numerically corresponds to the AC signal. Afterwards the m
value which is the ratio of AC and DC signals is calculated.
The value m depends on the EO and the TC modulations in
the sample. Thus, the experimentally obtained m values can
be described numerically by ﬁtting the EO coefﬁcient r13
and r33 values. An analytic function (10) can also be used for
ﬁtting the experimental values m and thus retrieving the EO
coefﬁcients [18]
m ¼ 4pEr33n
3
EOtanupsinup
3ll
: ð10Þ
This function does not account for the MR or the TC
effects. Moreover, it is assumed that the ratio r33/r13¼ 3,
meaning that only one of the EO coefﬁcients can be
determined. Nevertheless, we will later show that even such
approximation can give results which differ only slightly
from the ones obtained by the more complicated approach
demonstrated here.
As in the case of MZI method, also when employing the
TM method it is worthwhile to understand how the AC and
DC signal ratio depends on the incidence angle, considering
also the MR and the TC effects. In Fig. 9, the simulation of a
normalized AC and DC signal ratio is shown as a function of
incidence angle at various EO active thin ﬁlm thicknesses.
The analytic solution (10) indicated by the solid line A does
not account for the MR and TC effects in the EO active ﬁlm.
From the simulated data in Fig. 9, two features should be
outlined. Firstly, the MR effect has caused a modulation at
08 incidence angle. Clearly, at this angle there is no
difference in the phase modulations of the s- and p-polarized
light. This effect therefore should be attributed to the
modulations of Fresnel reﬂection coefﬁcients of the
multilayer sample. The second effect that arises from
the multiple internal reﬂections is that the AC and DC signal
ratio dependence on the incidence angle obtains a wave-type
shape. The period of the line oscillations is a function of
thicknesses and refractive indices of the layers. Further-
more, at greater incidence angles, the AC and DC signal
ratio is determined by r33/r13 and r13. Numerical modeling
of experiment has shown that the higher the r33/r13 ratio, the
steeper is the slope of the m dependence on the light
incidence angle. Numerical simulations were performed in
order to evaluate the effect of thickness modulations in the
TM measurements. The normalized AC and DC signal ratio
as a function of incidence angle at various EO active thin
ﬁlm thickness modulations for a 1.6mm thick ﬁlm are
shown in Fig. 10. It can be noticed that the TC effects cause
oscillations of the AC and DC signal ratio as a function of
the incidence angle. This clearly suggests that for correct
determination of EO coefﬁcients in a TM setup it is
important to obtain a modulation function as a function of
the incidence angle. In case the thickness modulations are
present, the measurement at a single incidence angle uo
could be misinterpreted.
Figure 9 Normalized AC and DC signal ratio m as a function of
incidence angle uo at various EO active thin ﬁlm corresponding to
the refractive index change Dn and the ratio r33/r13¼ 3. The m
value is normalized to the maxima of simple analytic solution (10)
indicated by line A: A simple analytic solution (10); 1.4, 1.6, 1.8 –
numeric solution for 1.4, 1.6, and 1.8mm thick ﬁlms with refractive
index nEO¼ 1.54.
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For the TM measurements we used the same set of
samples that were used to test the MZI technique, thus the
thickness modulations of the samples were known. A
measurement of the AC and DC signal ratio as a function of
the incidence angle using the TM setup is shown in Fig. 11.
By applying the ﬁt based on the Abeles matrix formalism
from the data displayed in Fig. 11 and taking into account
the measured thickness modulations of 0.25 pm/V, the EO
coefﬁcients for a 1.64mm thick PMMAþDMABI 10wt%
polymer ﬁlm were calculated to be r13¼ 0.051 pm/V and
r33¼ 0.139 pm/V. Fitting of the same experimental data
with an analytic function (10) gave very similar results:
r13¼ 0.045 pm/V and r33¼ 0.135 pm/V. This suggests that
in most cases, if an angular measurement of the AC and DC
signal ratio m is recorded, a ﬁt with an analytic function can
be used instead of a more complicated MatLab ﬁt to
functions based on the Abeles matrix formalism.
7 ATR measurements The ATR technique used for
the determination of EO coefﬁcients exploits waveguiding
properties [37] of the thin polymer ﬁlm under investigation
[19, 20]. One of the great strengths of the method is that it
enables direct determination of both EO coefﬁcients of the
thin ﬁlm. However, the method requires the samples to
be low-absorbing, with low-roughness surfaces, and to be
prepared as waveguides. Despite these strict sample
requirements it is still one of the most frequently used
methods [38–40]. Soon after the ﬁrst demonstration of the
application of the ATR for measuring EO coefﬁcients of
thin polymer ﬁlms [20], Dumont and coworkers presented
an extensive analysis on the inﬂuence of the TC effect on the
ATR measurement [4].
The ATR setup was implemented as shown in Fig. 12.
In this method a polarized beam is coupled into the sample
using a high refractive index prism. The sample and the
prism are located on a computer-controlled rotary stage that
allows varying the incidence angleQ on the high refractive
index prism. The light reﬂected from the prism’s base
facet is collected using a large area photodiode. The
coupling point on the prism is coated with Al or gold (Au)
which serves as an electrode and is used for applying
the electric ﬁeld on the sample. The drop in the reﬂected
light intensity R and the change in the modulated signal
amplitude DR are registered at the resonance angles that
correspond to the light coupling (mode excitation)
condition.
Figure 10 Normalized AC and DC signal ratio m as a function of
incidence angle uo at various EO active thin ﬁlm thickness
modulations for a 1.6mm thick ﬁlm with refractive index
nEO¼ 1.54 and refractive index change of Dn the ratio r33/r13¼ 3:
(1) simple analytic solution (10) with no thickness modulations
included; (0) numeric solution with no thickness modulations, but
with multiple internal reﬂections; (1, 2) numeric solution for
refractive index modulations Dn and thickness modulations Dl such
that (n Dl)/(l Dn)¼ 1 and (n Dl)/(l Dn)¼ 2, respectively.
Figure 11 Measurement by the TM setup and data approximation
of AC and DC signal ratio as a function of incidence angle: (1)
measured AC and DC signal ratio, (2) MatLab ﬁt to functions
based on Abeles matrix formalism, (A) ﬁt with analytic function
(10). The calculated the EO coefﬁcients from 2: r13¼ 0.051 pm/V
and r33¼ 0.139 pm/V; EO coefﬁcients from 3: r13¼ 0.045 pm/V
and r33¼ 0.135 pm/V.
Figure 12 ATR setup for determination of EO coefﬁcients of a
thin organic ﬁlm. He–Ne helium neon laser 632.8 nm,VA variable
attenuator, l/2 half-wave plate, M mirror, RS rotating stage,Q the
incidence angle on the high refractive index prism, S sample, PD
photodiode, LI lock-in ampliﬁer, A ampliﬁer, PC computer.
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For experimental data interpretation in this work, we
have used the approach by Dumont [4] which for a non-
bireﬁngent thin ﬁlm describes the modulated signal for an s-
and a p-polarized light in the following form:
DRs ¼ @Rs
@d
Dl @Rs
@nef
 1
2
n3Er13; ð11Þ
DRp ¼ @Rp
@d
Dl @Rp
@nef
 1
2
n3E r13 þ r33ð Þ; ð12Þ
where DRs and DRp are the modulated signal amplitudes
(ATR output AC signal) for the s- and the p-polarized light,
respectively, Rs and Rp are the reﬂected light intensities for
the s- and the p-polarized light (ATR output DC signal),
respectively, l is the thickness of thin ﬁlm, Dl the thickness
change of the thin ﬁlm. As is evident from Eqs. (11) and
(12), for the determination of EO coefﬁcients the thickness
changes should be known. A great advantage of the ATR
method is that, in case the waveguide allows multiple
transfer-electric and transfer-magnetic guiding modes, then
during the data analysis of the modulated signal the EO and
thickness modulations can be decoupled [4]. Unfortunately,
for our samples in most cases only the ﬁrst transfer-electric
and transfer-magnetic modes could be observed. Therefore,
for determination of the EO coefﬁcient we used an
overestimated value of the thickness change Dl corre-
sponding to 2 pm/V. As will be shown later in the
“Comparison of methods,” this has a small effect on the
precision of the determined EO coefﬁcients using the ATR
method.
A typical EO measurement performed with the ATR
technique is shown in Fig. 13; a drop in the reﬂected light
intensity or the DC signal is evident. This drop corresponds
to the coupling of the incident light into the ﬁrst mode of the
waveguide. The refractive index of the polymer is 1.54, thus
any mode should have a corresponding effective refractive
index below this value. However, the observed ﬁrst mode of
the waveguide is above the mentioned 1.54. This is due to
the 50 nm thick bottom electrode ITO layer, which has the
refractive index of around 1.8. Together with the polymer it
causes the effective refractive index of the ﬁrst coupled
mode to be higher than that of the polymer alone. The AC
signal retrieved by lock-in ampliﬁer is plotted against the
secondary axis of Fig. 13. From the AC and the DC signal
data, the EO coefﬁcient can be obtained by comparing the
AC signal with the DC signal derivative with respect to the
nef. Both of these curves are proportional to each other and
their ratio will determine the EO coefﬁcient. The retrieval of
EO coefﬁcients is done in the following steps. Firstly, a
derivative of Rs (Rp) value or the DC signal with respect to
the nef is obtained. The numerical derivative of the
experimentally obtained Rs (Rp) data points is “noisy.”
To reduce this “noise” the Rs (Rp) should be ﬁrstly smoothed
or ﬁtted and the derivative should be calculated from the
respective smooth or ﬁt function.We ﬁtted the Rs (Rp) with a
function that has an analytical derivative within the
approximation range. For approximation of Rs (Rp) we
have used a sum of multiple Gauss functions, after which an
analytic derivation with respect to the nef is performed. Then
the obtained derivative function is used for approximation of
the experimentally obtained AC signal or the DRs (DRp) by
using Eqs. (11) and (12) [20]. Such approximation requires
knowing all of the partial derivatives of @Rs/@nef (@Rp/@nef),
which are setup and prism material dependent and are
calculated analytically. For this particular measurement we
calculated the EO coefﬁcients to be r13¼ 0.25 pm/V and
r33¼ 0.54 pm/V.
8 Determination of NLO coefﬁcients and their
relation to EO coefﬁcients In addition to the EOwe also
determined the NLO coefﬁcients d31 and d33 of the poled
thin ﬁlms. Even though the EO effect is observed at
frequencies much lower than those of the second harmonic
generation, the measured NLO coefﬁcients could be
extrapolated to a zero frequency according to a two-level
model [41]. Even though it is a very simple and straight-
forward method, it has been shown that in some cases the
two-level model may provide a decent estimates of the
dispersion of second order susceptibilities [42].
The NLO coefﬁcient measurement can therefore
provide valuable information about the expected EO
coefﬁcients of the samples under investigation and thus
present some arguments about the validity of the used
methods. Firstly, it is valid to assume that the ratio of
NLO coefﬁcients d33/d31 is equal to the ratio of EO
coefﬁcients r33/r13 since there is no birefringence in the
material [41]. Secondly, a rough approximation within
the two-level model suggests that the EO coefﬁcients can
be estimated from the measurements of NLO coefﬁcients
if the resonance frequency and the refractive indices
at corresponding wavelengths are known [41]. The ratio
of r13(632 nm)/d31(1064 nm) (henceforth r13/d31) was
Figure 13 Typical EO measurement for s-polarized light
performed with ATR technique: (1) IDC signal experimental data,
(2) IDC signal multiple Gauss ﬁt, (3) IAC signal experimental data,
(4) IAC signalﬁt using derivative of IDC signal multiple Gauss ﬁt; the
calculated EO coefﬁcients: r13¼ 0.25 pm/V and r33¼ 0.54 pm/V.
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estimated to be 0.51 by using the Eq. (13) and assuming zero
birefringence [43],
rij v;v; 0ð Þ ¼
 4dji
n4 vð Þ
f vf vf 0
f 2v}f v}f v}
3v2o  v2
 
v2o  v}2
 
v2o  4v}2
 
3v2o v
2
o  v2
 2 ;
ð13Þ
wherev is the light frequency at which the EO coefﬁcient is
evaluated, v0 is the frequency of fundamental harmonic
used for NLO coefﬁcient measurement, vo the resonance
frequency of material, fv and f0 are the local ﬁeld factors.
The NLO coefﬁcients at 1064 nm were determined
using the Maker fringe technique according to procedure
described in [44]. To make the results of EO and NLO
coefﬁcients comparable, the experiments were conducted
after the NLO efﬁciency after the poling had become time-
invariant.
9 Comparison of measured EO and NLO
coefﬁcients The measured EO coefﬁcients by TM,
MZI, and ATR methods are summarized in Fig. 14. In
this ﬁgure, the determined EO coefﬁcient r13 of thin ﬁlms
are plotted against the NLO coefﬁcient d13 measured using
the Maker fringe technique. Clearly, a linear correlation is
expected, thus a linear ﬁt is applied to the data.
In Fig. 14, we have plotted a line with a slope 0.51 that
corresponds to the theoretical ratio of r13/d13 estimated by
Eq. (13) for our experimental conditions. The two-level
model from NLO measurements predicts higher EO
coefﬁcients than those determined experimentally by
MZI, TM, and ATR. There could be multiple reasons to
this. Firstly, the SHG signal could be resonantly enhanced,
thus leading to an inaccurate estimation of r13/d13 by the
two-level model [7]. A more sophisticated model that
includes the damping effects [45, 46] may have resulted in a
better approximations of the NLO and EO coefﬁcient ratios.
Secondly, the sputtering of electrodes for the EO coefﬁcient
measurements may cause a local heating and depolarization
of the polymer. Thirdly, we suggest that the inaccuracy of
the EO coefﬁcient measurement could also arise from
overestimation of the actual modulating electric ﬁeld on the
sample on account of two effects: (i) the poled polymer
could have some pinholes which appear after the corona
poling process and may cause the effective voltage drop on
the thin ﬁlm to be reduced [7, 47]; (ii) due to the contact
resistance and the capacitive nature of the sample it could
operate as a ﬁlter lowering the amplitude of the modulating
electric ﬁeld. This could also explain why the determined
EO coefﬁcients using TM and MZI methods are by an order
lower than the ones determined by the ATR method in
which the modulating electric ﬁeld is applied only at the
light coupling point. Also, in the ATR method the
capacitance of the sample is low due the small area of
the top electrode and thus the modulating frequency ﬁltering
could be less effective. The results obtained byMZI and TM
methods are almost the same. This is not surprising, because
in both methods the experimental data are approximated
using the same MatLab ﬁt to functions based on the Abeles
matrix formalism which have the same input parameters:
layer thicknesses and refractive indices and the applied
modulating ﬁeld value. Furthermore, the modulated signal
was measured for the same set of samples. The obtained
results conﬁrm that both TM and MZI methods give
equivalent results for the same EO response. Finally, the
errors in the estimated EO coefﬁcients could be caused by
the electro-absorption effect [48]. The provided approach
based on Abeles matrix formalism for estimating the EO
response of the ﬁlm would have allowed inclusion of
electro-absorption effect. However, we estimate that this
contribution might have been low due to the fact that the
measurements are performed far from the absorption band.
In Fig. 15 experimental data points of r33 versus r13
which were measured byMZI, TM, and ATR techniques are
evident. The slopes of the linear ﬁts of the experimental data
correspond to the ratios of r33/r13 which are the following:
3.13 0.81 (TM), 2.85 1.44 (MZI), and 2.30 0.23
(ATR). It would also be important to note that the ratio
d33/d31 was determined to be 1.63 0.28, which differs
from the ratios of identiﬁed EO coefﬁcients. Clearly, there
are contributions from other effects that have led to incorrect
measurement of the tensor element ratio r33/r13. As outlined
in [19, 22], the piezoelectric contribution, dipole rotation, or
incorrect assumption of the material symmetry might be
responsible for overestimation of ratio r33/r13. It could
be that the piezoelectric contribution, that is included in the
model, is not fully accounted for. This is supported by the
fact that the ATR method, which is inherently insensitive to
Figure 14 Measured EO coefﬁcients r13 as a function of
measured NLO coefﬁcients d13: MZI, TM, ATR r13 measured
by MZI, TM, and ATR techniques, respectively; MZI ﬁt, TM ﬁt,
ATR ﬁt, linear ﬁt of the r13 measured by MZI, TM, and ATR
techniques, respectively; NLO expected r13/d13 from two-level
model [43].
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the thickness variations of the ﬁlm [19], gives lower r33/r13
ratios then the TM and MZI method.
From the errors of the respective EO coefﬁcient ratios
the ATRmethod should be outlined as the one that gives the
most precise results. Moreover, the EO coefﬁcient ratio
obtained by the ATR technique is the closest to the ratio
measured by theMaker fringe technique. Unfortunately, it is
not fully clear why the ratio of r33/r13 differ signiﬁcantly
from obtained ratio of NLO coefﬁcients d33/d31 from the
second harmonic generation (SHG) measurements.
10 Comparison of EO coefﬁcient determination
methods As demonstrated in the sections above, the
realization of methods for reliable EO coefﬁcient measure-
ments can be troublesome. The ATR measurements can be
collected and processed rather fast if the method, which
involves cumbersome coupling of light into the waveguide
and simultaneous application of the electric ﬁeld, is
established. In contrast, the assembling of optical setups
of TM and MZI methods are relatively simple, but the
collecting and the processing of the data is very time-
consuming. Moreover, to ensure that the MR and TC effects
are taken into account, data processing algorithms based on
the Abeles matrix formalism should be implemented. In the
following section we analyze the errors of implemented
methods which arise in case a multiple internal reﬂection
and thickness modulation effects are not considered.
For the MZI method, as it was demonstrated in Fig. 4,
the MR effect causes appearance of fringes in the incidence
angle scan of the AC and DC signal ratio. Moreover, theMR
effect has no inﬂuence on the AC and DC signal ratio at zero
incidence angle on the sample. This suggests that for MZI
data at zero incidence a simple analytic approximation based
on Eqs. (2) and (3) can be used instead of the Abeles matrix
formalism. In case the thickness changes are present in the
thin ﬁlm, they can be easily accounted for using the
numerical approach based on the Abeles matrix formalism.
As evident in Fig. 5, the EO coefﬁcient values can be
overestimated if the thickness modulation effects are not
considered. This error may be signiﬁcant when the optical
path length change nDl due to the TC effect is comparable or
greater than the optical path length change lDn due to the
EO effect.
In Fig. 16, the estimated error for measured EO
coefﬁcients r13 and r33 using the MZI technique (red lines)
are displayed as a function of normalized thickness changes,
which are expressed as an optical path length change ratio
nDl/lDn. It is evident that, if the thickness changes are not
considered, the error of the estimated r13 value is simply the
ratio nDl/lDn. Consequently, the error of the measurement is
small if the EO effect dominates in the optical path length
modulation.
Similar analysis is conducted for the measurement with
the TMmethod. In Fig. 16 (green lines), we have shown our
estimates of the r13 error if the TC effects are ignored. As it
was also shown above in Fig. 11, both effects can be ignored
Figure 15 The EO coefﬁcient value correlation: MZI, TM, ATR
experimental data points of r33 versus r13 measured by MZI, TM,
and ATR techniques, respectively, MZI, TM, ATR – linear ﬁt of
the MZI, TM, and ATR data, respectively; NLO expected r33/r13
from the SHG measurements.
Figure 16 The error of estimated EO coefﬁcients obtained by the
MZI, TM, and ATR techniques as a function normalized thickness
changes expressed as optical path length change ratio nDl/lDn. (i)
The red lines indicate the error for r13 and r33 measurement byMZI
technique described previously. If the thickness changes are not
considered the error of the estimated r13 value is simply the ratio
nDl/lDn. (ii) The green lines indicate the error of estimated EO
coefﬁcients obtained by the TM technique. The “TM r13 at max”
displays the estimated error of r13 if the measurement is performed
at incidence angle which corresponds to the local modulation
signal maxima (e.g., at 378 in Fig. 11); “TM r13 at min” displays the
estimated error of r13 if the measurement is performed at incidence
angle which corresponds to the local modulation signal minima (e.
g., at 258 in Fig. 11); “TMAnalytic ﬁt” displays the estimated error
of r13 if the sample modulated signal angular scan is analyzed using
the analytic formula (10). (iii) The blue lines indicate the error of
estimated EO coefﬁcients obtained by the ATR technique. As can
be seen the thickness modulations introduce small errors in the
estimated EO coefﬁcients.
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if an angular scan of the AC and DC signal ratio is
performed. We estimate that the error of the simple analytic
ﬁt of the experimental data does not exceed 2% and is
independent of the amplitude of the thickness modulations
(see Fig. 16). The TC and the MR effects have greater
inﬂuence on the retrieved EO coefﬁcients if the measure-
ments are done at a single incidence angle. Depending on the
ﬁlm thickness and refractive indices, it may turn out that the
single incidence angle measurement is performed either at
the minima or maxima of the fringe (see Fig. 11). In such
case, even if there is no TC, the error of the retrieved values
may be of the order of 20% due to the MR effects.
The retrieved EO coefﬁcient values in the ATR method
are much less sensitive to the TC effect. As shown in Fig. 16
with blue lines, even if the optical thickness modulations
caused by the TC exceed the modulations caused by the EO
effect ﬁve times, the error still does not exceed 15%.
11 Conclusions In this paper we have revisited
measurements of thin ﬁlm EO coefﬁcients and implemented
three of the most widely employed techniques: MZI, TM,
and ATR. We have applied these for the measurements of
corona-poled polymer thin ﬁlms. Each of these techniques
has shown to have multiple advantages and drawbacks. The
MZI and TM optical setups are very simple. However, a
correct interpretation of the experimental data obtained by
the mentioned techniques requires full understanding about
the effects taking place in the sample. The signal obtained by
the MZI and TM techniques is strongly inﬂuenced by the
multiple internal reﬂection and piezo- and electrostrictive
TC effects, which, in our opinion, have not been sufﬁciently
addressed in the literature. An analytic description
containing both of the mentioned effects would be fairly
complicated. We have shown that a numerical solution
based on the Abeles matrix formalism can be used for the
retrieval of the EO coefﬁcient values from the experimental
data obtained by MZI and TM methods. The approach
requires recording modulated signal measurements at
multiple light incidence angles on the sample, which makes
the methods quite time-consuming. Moreover, the thickness
change of the sample should be knownwith a high precision.
In the MZI technique, the error that may appear if the TC
effect is ignored depends on the EO response of the sample.
This error may be signiﬁcant for the cases when the optical
path length change due to the TC effect is comparable or
greater than the optical path length change due to the EO
effect. The TM method is less sensitive to the thickness
change effect than the MZI method. However, the errors
may arise if the measurement is performed at a single light
incidence angle. Surprisingly, if an angular scan of the
modulated signal is performed, an analytic approximation
that ignores MR and TC effects can provide an EO
coefﬁcient estimate within the precision of 2%. The EO
coefﬁcients determined by the MZI and the TM techniques
are in good agreement, but the determined EO coefﬁcients
are obviously underestimated if compared with the values
obtained by the ATR method. The reason for this might be
that the actual modulating ﬁeld for the samples used in MZI
and TM setups is lower than expected due the sample
imperfections, the electrode resistance and the sample
impedance. In addition to the EO measurements, the NLO
coefﬁcients were determined for the same thin ﬁlms. The
expected ratio of r31/d13 calculated from the SHG using
the two-level model was always higher than the one
observed experimentally. Such phenomenon can occur due
to multiple reasons. Previous studies have attributed such
disagreement to the resonant enhancement of the SHG
signal [7]. We propose that the measured EO coefﬁcients are
lower than expected due to the depolarization of the sample
during electrode sputtering process, as well as due to an
overestimation of the applied modulating AC ﬁeld during
the EOmeasurements. We also found that the EO coefﬁcient
ratio r33/r13 is always greater than the ratio of NLO
coefﬁcients d33/d31. The obtained ratios of r33/r13 are as
follows: 3.13 0.81 (TM), 2.85 1.44 (MZI), and
2.30 0.23 (ATR); while the ratio d33/d31 was measured
to be 1.63 0.28.
The ATR has shown to be the most precise and the
simple technique for the determination of EO coefﬁcients.
The entire procedure, which involves measurements of
modulated signals with TM and MZI setups and data
processing, is quite cumbersome. Moreover, MZI and TM
does not guarantee high precision EO coefﬁcients despite
the independent determination of the entire set of material
constants such as refractive indices, thin ﬁlm thicknesses,
and the actual thickness variations due to piezo- and
electrostriction effects.
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